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CHAPTER  1 

INTRODUCTION 

Nickel-cadmium  storage  catteries  have  been  in  use  for 
more  than  fifty  years;  since  World  War  II,  r.e w  design  princi¬ 
ples  have  been  introduced  which  have  greatly  extended  their 
usefulness.  Many  theories  and  investigations  have  been  put 
forward  concerning  the  reaction  mechanisms  of  both  cadmium  and 
nickel  electrodes.  Because  the  activity  of  the  nickel  electrode 
has  been  more  fully  characterized  than  that  of  the  cadmium 
electrode,  we  will  focus  our  attention  on  the  behavior  of  the 
cadmium  electrode. 

There  are  a  number  of  methods  used  for  the  fabrication 

of  cadmium  electrodes.  These  methods  are  usually  classified 

into  three  categories!  (a)  pressed  powder  or  pasted  typev ^ , 

(4  5  6  7  S ) 

(b)  impregnated  nickel  sinter  typev  ,-3t  ’  '  '  and  (c)  electro- 

(9  10  11  12 ) 

chemical  impregnation  71  ’  ’  The  last  method,  however,  is 

simple  in  operation  and  can,  in  theory,  achieve  high  loading  of 
active  material  in  a  single  impregnation  cycle  at  the  lowest  cost. 

In  the  electrochemical  impregnation  process,  electro- 
chemically  active  material  is  introduced  into  the  porous  nickel 


2 


plaqe  by  electrochemical  precipitation.  The  plaque,  which  serves 
as  a  cathode,  is  submerged  into  an  electrolysis  cell  containing 
an  aqueous  solution  of  cadmium  nitrate  at  a  temperature  near 
the  boiling  point  of  the  solution.  The  initial  pH  value  of  the 
impregnation  solution  is  adjusted  to  around  3  by  titration  with 
nitric  acid.  (As  the  pH  value  of  the  bath  increases,  i.e., 
becomes  more  basic,  cadmium  hydroxide  begins  to  precipitate  in 
regions  other  than  within  the  pores  of  the  plaque,  and  active 
material  is  lost  in  the  bath,  which  is  not  what  we  want.) 

The  electrochemical  reaction  at  the  cathode  during  impre¬ 
gnation  could  either  be  the  liberation  of  hydrogen, 

2H£0  +  2e“  - ►  H2  +  20H"  ,  (1) 

or  the  reduction  of  nitrate  ion, 


(2) 


3oth  reactions  produce  hydroxy  ions  which  then  either  diffuse 
away  from  the  electrode  porous  surface  or  react  with  the  cadmium 
ions  present  in  the  pores  to  form  cadmium  hydroxide.  The  cadmium 


H20  +  NO^  +  2e“ - »  N02“  +20H 

•  •  •  •  • 

2H20  +  NO^"  +  2e”  -  HNC>2  +30H 

#  9  •  a  t 

6H20  +  ;i03"  +  8e~ - -  NH  +90H 
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hydroxide  then  deposits  within  the  pores  of  the  porous  plaque. 

The  precipitation  reaction  is: 

Cd+2  +  20H“  - *  Cd(  OH)  2 .  (3) 

There  is  the  possibility  of  forming  cadmium  according  to  the 
reduction  reaction: 

Cd(0H)2  +  2e~  - *-  Cd  +  20H".  (4) 

This  reaction  is  presumably  prevented  from  taking  place  by 
hydroxy  ion  generated  on  the  electrode  surface  by  reaction  (1) 
or  (2),  so  that  there  is  no  chance  for  cadmium  ions  to  diffuse 
through  the  solution  onto  the  surface  and  be  reduced  to  cadmium 
metal . 


Following  impregnation,  the  electrode  is  cathodically 
polarized  in  a  25  $  potassium  hydroxide  solution  with  the  impre¬ 
gnated  plate  connected  as  the  cathode  and  subjected  to  low  direct 

2 

anodic  current  (0.25  to  0.75  amp/in  ).  The  solution  is  maintained 
at  about  100°C  for  a  period  of  from  15  to  45  minutes  to  convert 
cadmium  hydroxide  to  cadmium  in  the  pores  of  the  plaque  by 
reaction  (4)  or  to  remove  any  nitrate  ion  or  other  undesirable 
reduction  products.  The  active  material  of  the  electrode  is  pre¬ 
sumed  to  be  both  cadmium  hydroxide  and  cadmium. 
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In  this  work,  the  electrochemical  impregnation  process 
for  the  fabrication  of  the  cadmium  electrode  was  examined  both 
experimentally  and  theoretically. 

Experimentally,  a  set  of  current-density- vs.-time  transients 
at  constant  applied  potential  were  obtained  for  a  nickel  micro¬ 
electrode.  The  current  density  was  due  to  the  occurrence  of  the 
electrode  reaction  (2)  and  precipitation  reaction  (3)  presented 
earlier.  For  the  purpose  of  identifying  the  electrochemical 
reactions,  another  set  of  current-density -vs -time  transients  were 
obtained  using  an  electrolyte  which  contained  no  cadmium  ion. 

In  this  case,  the  precipitation  reaction  (3)  no  longer  took 
place.  The  reactions  at  the  electrode  were  the  only  reactions 
taking  place. 

The  transient  current  responsed  in  an  electrolyte  which 
contained  cadmium  ions  differed  significantly  from  that  in  an 
electrolyte  which  did  not  contain  the  cadmium  ions.  This  diff¬ 
erence  is  presumed  to  be  due  to  the  precipitation  reaction. 

The  current  obtained  in  the  presence  of  cadmium  ions  in  the 
electrolyte  at  any  time  was  higher  than  that  obtained  at  the 
same  applied  potential  in  the  absence  of  cadmium  ions.  This 
result  is  explainable  by  the  fact  that  the  cadmium  ions  in  the 
solution  consumed  the  hydroxy  ions  which  were  produced  by  the 
heterogeneous  reaction  (2)  and,  as  a  result,  promoted  the  hetero¬ 
geneous  electrode  reactions. 
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The  experimental  current-density-  vs.-time  curves  obtained 
in  the  potential-step  experiment  were  used  to  identify  both 
the  heterogeneous  electrochemical  and  the  homogeneous  preci¬ 
pitation  reaction  rate  expressions.  The  heterogeneous  rate  was 
identified  first  from  the  experimental  results  in  which  there 
was  no  cadmium  ion  in  the  electrolyte.  The  precipitation  rate 
was  then  identified  from  the  experimental  results  in  which  the 
cadmium  ions  were  present  in  the  electrolyte. 

A  set  of  differential  equations  which  described  the  trans¬ 
port  process  in  the  cadmium-ion-free  solution  was  solved  in  terms 
of  two  unknown  constants.  The  unknown  constants,  related  to  the 
heterogeneous  electrode  reactions,  were  identified  by  matching 
the  theoretical  results  with  the  results  of  the  experiment.  The 
precipitation  reaction  rate  constant  was  then  obtained  by  a 
similar  procedure. 
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CHAPTER  2 


LITERATURE  REVIEW 

Impregnation  of  nickel  sinters  with  cadmium  hydroxide, 
followed  by  electrochemical  reduction  to  cadmium,  is  the  most 
economical  method  by  which  to  fabricate  cadmium  electrodes. 

Almost  all  of  the  research  works  concerning  this  subject  may 
be  divided  into  three  types:  (a)  manufacturing  techniques  de¬ 
velopment,  (b)  impregnation  process  study  arid  (c)  charge-discharge 
study . 


During  recent  years,  manufacturing  techniques,  especially 
those  involving  electrochemical  impregnation,  have  employed 
widely  varying  operating  conditions^ .  There  are 
several  parameters  that  affect  the  electrochemical  impregnation 
process  such  as: 

1)  Temperature:  Beauchamp  emphasized  the  fact  that  high 

impregnation  bath  temperature  keeps  the  size  of  cadmium 
hydroxide  crystals  small,  and  thereby  obtaining  a  more  active 
electrode . 

2)  pH  value:  In  Beauchamp’s  process  ,  the  pH  value  was 

closely  controlled  by  buffering  the  cadmium  nitrate  solution 

/  A  '  \ 

with  sodium  nitrite.  Pickett  °'  in  a  similar  process, 
maintained  the  pH  value  of  the  cadmium  nitrate  bath  between 
3-5  by  titrating  the  solution  with  proper  amount;  of  nitric 
acid . 
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3)  Current  density:  The  current  density,  based  on  apparent 

( 14) 

electrode  surface,  is  another  important  variable.  Beauchamp 
used  D.  C.  current  of  4-8  amps/in^  while  Bulan  ^-5)  used 

2 

alternating  current  of  1.2-1. 6  amps/in  and  claims  that  the 
electrode  impregnated  by  alterning  current  technique  retained 
more  of  its  capacity  after  cycling  as  compared  to  electrodes 
fabricated  by  other  methods.  Pickett presents  another 
technique  similar  to  the  above  and  claims  that  his  technique 
yields  higher  loading  cadmium  electrodes  and  achieves  about 
85%  utilization  of  the  active  material. 

The  electrochemistry  of  the  Cd/Cd(0H)2  electrode  in  con¬ 
centrated  alkaline  solution,  typically  KOH  as  in  the  Ni-Ca 
battery,  has  been  studied  extensively  both  theoretically  and 
experimentally  ^ ^ .  Bennion,  et  al.^^  in  their 

theoretical  development,  present  two  models,  the  solution- 
diffusion  model  and  film  model,  in  considering  the  failure 
mechanism  in  the  performance  of  secondary  batteries  using  metal/ 
metal  salt  couples.  They  conclude  that  one  mode  of  failure  of 
the  metal/metal  oxide  porous  electrode  is  the  blocking  of  the 

pore  or  the  complete  covering  of  surface  by  product  crystallities . 

(18) 

Falk'  obtained  X-ray  diffraction  patterns  from  electrodes 
submerged  in  electrolyte  during  charge  and  discharge  by  means 
of  a  special  test  cell.  Ke  claims  that,  during  charge,  Cd(CH)2 

is  successfully  transformed  into  Ca  metal  in  the  cadmium  electrode, 
but  even  after  a  strong  overcharge,  this  transformation  is  not 
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complete,  as  indicated  by  the  X-ray  pattern  at  this  stage. 

Furthermore,  Cd(OH),  is  the  end  product  during  discharge  and 

there  is  no  evidence  of  the  presence  of  a  CdO  film  which  is 

believed  to  be  responsible  for  the  passivation  of  the  electrode. 

( 19 ) 

Gross  and  Glocking  summarized  the  results  of  recent  research 
by  characterizing  the  negative  cadmium  electrode  in  a  nickel- 
cadmium  cell  and  evaluating  some  of  the  published  results  about 
which  researchers  still  disagree  among  themselves,  such  as  the 
mechanism  for  passivation,  which  is  an  important  phenomena  that 
affects  the  capacity  of  the  nickel-cadmium  cell. 

In  comparison  to  the  extensive  studies  on  the  electro¬ 
chemistry  of  the  Cd/Cd(OH)2  electrode  in  KOH  solution,  there 
is  little  information  available  concerning  the  electrochemical 
reactions  taking  place  during  the  electrochemical  impregnation 
process  which  uses  cadmium  nitrate  solution  as  electrolyte. 

The  only  research  works  known  to  the  author  are  the  electro- 

(21  22 ) 

cnemicai  impregnation  studies  using  cycling  voltammetry  ’ 

2  2 
They  used  a  0.013  cm  nickel  microelectrode  and  a  0.064  cm 

cadmium  microelectrode.  Some  important  conclusions  of  their 

studies  are  summarized  below: 

(1)  There  was  a  large  reduction  wave  at  -O.63V  vs  SGE( Saturated 
Calomel  Electrode)  which  appeared  only  during  the  initial 
negative  scan.  This  is  believed  to  be  the  reduction  of  a 

solution  species  to  liberate  0H~  ion  in  the  presence  of 

+2 

Cd  to  precipitate  cadmium  hydroxide  on  the  electrode 


surface . 
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(2)  A  second  reduction  process  was  observed  at  -0.62V  vs  SGE 
during  the  reverse  positive  scan.  This  is  due  to  the  reductive 
formation  of  metallic  cadmium  from  cadmium  oxide  or  hydroxide 
that  was  deposited  on  the  electrode  surface  during  the  pre¬ 
vious  forward  scan. 

(3)  Some  processes  (or  one  of  the  processes)  during  the  first 
cycle  effectively  passivated  the  electrode  to  further  electro¬ 
activity.  The  formation  of  the  gray  material  at  -O.63V  vs 
SCE,  discussed  in  (1),  was  the  most  probable  reason  for  the 
passivation  of  the  electrode. 
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CHAPTER  3 

THEORETICAL  APPROACH 

3 . 1  General 

In  voltammetry  at  constant  voltage,  the  current  through 
the  electrolytic  cell  is  measured  as  a  function  of  time  while 
the  potential  of  the  polarized  electrode  is  held  at  a  constant 
value.  The  current  is  affected  by  both  the  transfer  process  and 
the  electrochemical  and/or  chemical  reactions. 

A  plane  electrode  is  immersed  in  a  solution  which  contains 
a  substance  0.  At  the  imposed  potential,  0  is  reduced  to  another 
substance  R  at  the  electrode  surface,  according  to  the  following 
electrochemical  reactions 

0  +  ne"  - ►  R  (5) 

The  current-density- vs.-time  curve  obtained  at  a  constant 
voltage  depends  on  both  the  kinetics  of  the  electrochemical 
reaction  and  the  rate  of  mass  transfer. 

Under  our  experimental  conditions,  diffusion  is  the  only 
mode  of  mass  transfer.  The  other  two  modes  of  mass  transfer, 
namely,  migration  and  convection,  are  insignificant.  Migration 

I 
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is  eliminated  by  the  presence  of  a  large  excess  of  supporting 
electrolyte  which  reduces  the  potential  field.  Convection  is 
avoided  due  to  the  conditions  that  (1)  the  solution  is  not 
stirred  and  (2)  the  duration  of  electrolysis  is  short,  so  that 
the  density  change  has  not  yet  become  a  significant  factor  and 
natural  convection  has  not  taken  place. 


The  dimension  of  the  cell,  as  compared  to  the  microelectrode 
used,  is  so  large  that  the  solution  may  be  regarded  as  extending 
to  infinity;  i.e.,  the  diffusion  process  is  semi-infinite. 
According  to  Fick's  first  law,  the  flux  of  the  substance  0  at 
a  distance  x  from  the  electrode  and  in  the  direction  perpen¬ 
dicular  to  the  electrode  is: 

^C0(x,t) 

N0  (x.t)  =  -  D0-“  (6) 

ox  • 

Conservation  of  the  species  0  leads  to  the  following  differential 
equation : 

?>Cn(x,t)  =  D  ^2c0(x,t) 

t  0  7)  x2  (?) 


where  Cq  is  the  concentration  of  substance  0,  which  is  a  function 
of  x  and  t.  Dq  is  the  diffusion  coefficient  of  substance  0, 
and  is  assumed  to  be  a  constant. 
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When  the  substance  0  is  reduced  at  a  very  high  rate,  by 
imposing  a  sufficiently  large  potential  step,  such  that  the 
concentration  of  this  substance  at  the  electrode  surface  is 
reduced  to  zero  soon  after  the  start  of  electrolysis ,  the 
boundary  condition  at  the  electrode/electrolyte  interface  for 
equation  (7)  is  Cg(0,t)=0  for  t>0.  Initially  before  the  electro¬ 
lysis,  the  solution  is  homogeneous,  and  the  concentration  Cq 
at  t=0  is  uniform  with  the  bulk  value.  The  other  boundary 
condition  is  that  C0  approaches  its  bulk  value  when  x  is 
sufficiently  large. 

The  electrolysis  current  is  equal  to  the  product  of  zhe 
charge  involved  in  the  reduction  of  one  mole  of  substance  0  by 
the  flux  of  this  substance  at  the  electrode  surface.  Thus  the 
current  density  (current  per  unit  electrode  surface  area)  is: 

1=  nFN  0 ( 0 , t ) ,  (8) 

where  n  is  the  number  of  electrons  involved  in  the  reduction 
reaction  .of  substance  0,  F  is  the  Faraday  constant,  and  NQ(0,t) 
is  the  flux  of  substance  0  for  x=0. 

The  solution  of  the  above  problem  is^^  : 

1=  nFD  *  C?  - 1-J— - -  (9) 

U  U  t  2 

f 

where  Cq  is  the  bulk  value  of  substance  0. 
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The  current  density  represented  by  equation  (9)  is  called 
the  limiting  current  density  of  electrochemical  reaction  (5)« 

This  is  the  maximum  current  density  which  can  be  achieved  by 
this  reaction.  It  was  found  that  if  nitrate  ion  is  the  only 
reducible  substance,  the  current  density  predicted  by  equation 
(9)  is  considerably  lower  than  the  experimental  value.  This 
contradition  is  resolved  if  one  realizes  that  under  the  experi¬ 
mental  conditions  water  is  also  reduced. 

At  any  other  less-negative  potential  the  current  will 
depend  on  the  electrode  kinetics.  Now  the  condition  thax  the 
reducible  substance  concentration  becomes  zero  after  the  appli¬ 
cation  of  the  potential  step  has  to  be  replaced  by  a  kinetics 
equation,  which  is  a  function  of  potential  and  the  concentrations 
of  surface  reactant  and  product.  No  general  solution  is  available 

except  for  the  case  when  the  reaction  rate  is  linearly  dependent 

,  .  (22) 
on  tne  concentrations  of  the  surface  reactant  and  product  J  . 

3.2  Description  of  the  Model 

The  real  porous  electrode  is  formed  by  sintering  nickel 
powder  on  a  nickel  grid  to  form  a  plaque.  The  plaque  serves  as 
the  cathode,  which  is  positioned  in  a  cadmium  nitrate  solution 
with  a  pH  value  between  3  to  5*  The  passage  of  the  current 
produces  hydroxy  ions  which  cause  the  cadmium  to  be  deposited 
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into  the  porous  pores.  The  transport  phenomena  associated 
with  electrochemical  reactions  in  a  porous  medium  is  very 
complicated.  The  approach  here  is  to  study  the  intrinsic 
reactions  which  take  place  inside  the  pores  in  a  simple 
flat  electrode.  The  plate  electrode  is  submerged  in  a 
semi-infinite  pool  of  electrolyte  so  that  the  mass  transfer 
problem  can  be  treated  as  a  one-dimensional  problem  in 
the  x-direction  (perpendicular  to  the  electrode  surface). 

In  the  solution  side,  there  is  a  thin  double-charge  layer 
near  the  electrode.  The  thickness  of  the  double  layer  is 

O 

on  the  order  of  10  to  100  A.  It  is  too  thin  to  be  probed 
adequately,  and  the  theory  of  the  diffuse  layer  is  a 
microscopic,  rather  than  a  macroscopic,  phenomena.  The 
mass  transfer  region  to  be  considered  here  is  thus  located 
outside  of  this  double  layer. 

The  electrodeposition  process  operates  on  the  principle 
that  the  hydroxy  ion,  which  is  generated  by  the  reduction 
process,  coprecipitates  with  the  cadmium  ion  in  the  solution 
to  form  cadmium  hydroxide  crystalloid.  The  approach  taken 
here  to  unravel  the  complicated  sequence  of  reactions  is 
to  form  a  model  which  describes  the  transport  processes 
and  reactions.  The  model  will  first  be  used  to  analyze 
the  experimental  results  obtained  under  the  condition  of 
no  pricipitation  reaction,  by  using  an  electrolytic  solution 
which  is  free  of  cadmium  ions.  The  heterogeneous  reduction 
reaction  will  be  determined.  The  transport  and  reacxion 
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problems  will  then  be  examined  in  the  case  when  the  solution 
contains  cadmium  ions.  The  rate  of  the  precipixation 
reaction  will  then  be  determined  by  matching  the  model's 
prediction  and  the  experimental  results. 


3 . 3  Formulation  of  Transport  Process  Equations 


Three  ionic  species  to  be  considered  in  the  electro- 

-  -  +2  . 

chemical  system  are  NO^,  GH  and  Cd  ions.  In  the  absence 
of  migration  and  convection,  the  flux  of  each  species  is 
expressed  as^^  s 


"i  -  -  Di 


,  1  =  1, <2, 3  , 


where 


is  the  flux  of  species  i  (moles/cm  -sec ) , 
is  the  diffusion  coefficient  of  species  i  (cm  /sec), 
Ch  is  the  concentration  of  species  i  (moles/cur  ) , 

which  is  a  function  of  both  x  and  t,  and  i=l,2,3 

-  -  +2 

corresponding  to  N 0 ^ ,  GK  and  Cd  ions. 

(24) 

The  equation  of  continuity  of  each  species  is 


?Ci  = 

"St 


d  Ni 


i=l,2,3  , 


where  S ^  is  the  rate  of  production  of  species  i 
( raoles/cm  -sec )  by  precipitation  reaction,  which  occurs 


16 


only  in  the  presence  of  cadmium  ions. 


Substitution  of  equation  (10)  into  (11)  gives 


?>t 


2 

3  c. 


=  Di' 


2):. 


2 


i=l,2,3 


(12) 


It  is  assumed  that  the  precipitation  reaction  (3) 
can  be  treated  as  a  homogeneous  reaction  and  is  linearly 

proportional  to  the  degree  of  supersaturation.  Therefore, 

the  consumption  rate  of  cadmium  ion  due  to  this  reaction 

is  ; 


R 


3 


(13) 


where  k  is  the  homogeneous  reaction  rate  constant  (sec-^), 
K sp  is  the  solubility  constant  of  Cd(0H)2 

and  has  the  value  of  2xl0-^  (moles^/cm^)  ^5) . 

3y  the  stoichiometric  relation  of  equation  (3)>  the  con¬ 
sumption  rate  of  hydroxy  ion  due  to  the  same  reaction  is  : 


=  2  R3  - 


-2k 


(c2)‘ 


(14) 


Substitution  of  equations  (13)  ana  (14)  into  equation  (12' 
leads  to  the  following  two  differential  equations  s 


7)t 


->c. 


~d'^2  =  2  k 


Ksp 


(c2)‘ 


(  15) 


2  C 

TC, 

D- — k  c_ 

3}x2  I  3 


/  p  \ 
v  2; 


For  NO.  ion, 


R:  =  o. 


Equation  (12)  for  NO^  ion  may  be  reduced  to 


2)cl  ^ci 

- —  =  n  - — 

*  t  l  \  2 
o  x 


Only  two  of  the  three  differential  equations  need 

to  be  solved  for  the  concentration  profiles,  due  to  the 

(24) 

electroneutrality  condition  s 


2C3-CrC2=0 


Substitution  of  equation  (18)  into  equation  (15) 


gives  s 


~2>  C2 
it 


??C2 


Equations  (1?)  and  (19)  are  solved  simultaneously 

to  obtain  the  concentration  profiles  of  ar.d  C~,  i.e., 

-  .  +2 

NO^  and  OH  ions.  The  profile  can  then  be  obtained  by 
equation  (18)  from  the  known  profile^  of  and  CU . 


A  set  of  differential  equations,  which  are  simpler 
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than  equations  (17)  and  (19).  ars  obtained  when  the  elec 
trolyte  contains  no  cadmium  ion.  In  the  absence  of  cad¬ 
mium  ion,  the  precipitation  reaction  (3)  can  not  occur; 
thus,  FL  terms  are  all  equal  to  zero.  Equation  (12)  is 
then  reduced  to i 


Ih. 

at 


i=l,2  , 


(20) 


in  which  i=l,2  corresponds 


to  N0^ 


and  OH 


ions . 


Equation  (20)  is  written  for  and  C^s 


7><>i 

7>t 


(21) 


(22) 


The  other  condition,  the  concentrations  of  various 
ions  at  the  electrode/electrolyte  interface  after  the 
start  of  the  current  flow,  has  to  be  described  by  the 
electrode  kinetics  of  the  reduction  reaction  of  N0“  ions 


3.^  Electrode  Kinetics 


The  possible  reduction  reactions  are  numerous,  as 
shown  in  equation  (2).  Since  in  e*..ch  reaction,  OH"  ion 
is  generated,  we  will  represent  the  production  of  OH" 
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ions  as  the  following  electrochemical  reaction : 

2H20  +  NO-j  t  2e“ - ►  HNOg  +  30H".  (23) 

Because  there  are  two  electrons  involved  in  the  reaction, 
it  is  likely  not  an  elementary  step.  Let's  assume  the 
reaction  comprises  two  elementary  steps,  each  step  involving 
the  transfer  of  one  electron,  and  a  dissociation  reaction: 


(slow) ,  (24a) 

(fast),  (24b) 

(fast),  (25) 


where  and  Kc2  are  cathodic  reaction  constants,  and  K  ^ 
and  Ka2  are  anodic  reaction  constants,  respectively.  is 
the  dissociation  reaction  constant.  (OH) 2  ion  is  an  unstable 
intermediate  ion  which  immediately  enters  the  next  reaction  (24b/ 
The  rates  of  these  elementary  steps  should  always  be  propor¬ 
tional  to  each  other.  For  the  elementary  steps  listed  above, 
reaction  (24b)  should  occur  once  every  time  reaction  (24a)  occurs 


Let  I.  and  I,  denote  the  cathodic  current  densities 
of  reactions  (24a)  and  (24b),  and  r,  and  r2  denote  the 
reaction  rates  of  reactions  (24a)  and  (24'c),  respectively. 
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Then,  tne  relationship  between  r.  ,  I-  ar.c.  surface  ion 


concentrations  of  H  C  ~ ,  (CH)^  ,  which  app 

( 2  ^ ) 

step  (24a),  may  be  written  as  ~  : 


ear  m  e-enentar; 


-  _Ll 

‘l“  nF 


(n=l ; 


=  Kal  (CN°c;](C?0H)-)  fJ 

W  W 


[l-P,  )? 


..  r„o  1  f  o  *!  r  l 

ci  "ho:  c:-:9o  e'‘?  "  ~ 

L  JJ  4  ^  *'  L  *" 


r  a?  „ 


Similarly,  for  reaction  (24b),  one  has: 


(n=l ) 


a2^K-]2  -[“''] 

Ko2  [C(0K)-]  ex?[-^Lvj' 


where  p,  and  ^  are  symmetry  factors  representing  the  fractions 
of  applied  potential  V,  which  promotes  the  cathodic  reaction. 
C.°.~-  ,  and  Cru-  are  the  surface  ion  concentrations  of 

^  w.Tl  /  ^  w** 

HOy  ( OH ) ^  and  OH”  on  the  electrode  surface. 


Since  reactions  (24a)  and  (2^c)  occur  at  the  same  rate, 
we  have : 


1=  1^  t  I ^  -  2i2  =  ’ 


2 
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where  I  is  overall  current  density.  It  it  further  assumed 
that  reaction  (24b)  is  fast,  and  is  essentially  in  equilibrium. 
From  equation  (27), 


Xa2  (=Sk-)2 

Xc2  exP  ["^L'/] 


and  = 
r 


=r  =  overall  reaction  rate. 


Substituting  equation  (28)  into  equation  (25)  and 
combining  equation  (29)  gives: 


_  KalKa2  (  ro 


[C°O-](C0H-j2  exp[' 


(2-A;f 


K^(c^J[cv]exp[-iH  . 


From  reaction  (25)  one  may  write 


Xd  = 


(GHN02][C0H~] 

[CN0“][CH2gJ 


Substitution  cf  the  above  expression  into  equation  (jC)  leads 


22 
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ions  and  electrolyte  containing  no  cadmium  ions,  tv; o 
and  four  boundary  conditions  are  needed  to  solve  the 
equations  (17)  and  (19)  or  (21)  and  (22). 


initial 

differential 


At  t=0,  the  concentration  of  each  ion  is  equal  to  its 
bulk  value  at  each  point  along  the  x-direction.  The  initial 
conditions  are  as  follows: 

1#  at  t=0,  C^=  for  all  x,  I 

K  | 

2.  at  t=0,  C2=  C2  for  all  x, 
where  the  superscript  "c"  denotes  the  bulk  condition. 

The  first  boundary  condition  is  the  consequence  of 
the  fact  that  the  flux  at  the  interface  has  to  be  equal  to 
the  rate  of  heterogeneous  electrode  reaction,  i.e.: 

xm0  -  -  qCc?l  03) 

where  superscript  "o"  denotes  the  surface  condition.  To 
satisfy  the  stoichiometric  relation  of  equation  (23),  one 

has,  at  x=0 :  ' 

i 


*  ^ 

f  \ 

>C2 

i 

i 

! 

-u  - 

1 

o 

II 

X 

^2  -v 

3x 

x=G  . 

,  ;;  ;  ; 

<  J 

|! 

This  is  the  second  boundary  condition.  The  ct.-.er  owe 
boundary  conditions  are: 
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3  •  at  x=oo  ,  C^=  C° , 

•u 

4.  at  x=co  ,  C2=  C2. 

That  is,  the  concentrations  far  away  from  the  electrode/ 
electrolyte  interface  do  not  change. 


The  flux  in  equation  (32)  is  proportional  to  the  curren 
density  as  a  function  of  time: 
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CHAPTER  4 

EXPERIMENTAL  WORKS 

A  potential-step  was  generated  from  a  function 
generator  and  was  applied  to  the  working  electrode/elec- 
trolyte  interface  in  the  electrochemical  cell.  The  ca¬ 
thodic  current  was  thus  sampled  and  stored  in  memory  at 
a  constant  time  interval  by  a  microcomputer.  The  resulting 
current/time  transient  was  then  plotted  by  a  x-y  recor¬ 
der  or  printed  out  by  a  line  printer  by  recalling  these 
current  data  from  the  memory  of  the  microcomputer. 

1  The  Electrochemical  Cell 


The  current  transient  under  a  potential  step  con¬ 
dition  was  obtained  in  a  three-electrode  cell.  The  cell 
and  electrodes  configuration  is  sho-wn  in  Figure  1.  The 
working  electrode  was  a  nickel  microelectrode.  It  was  made 

of  a  nickel  wire  which  was  pressure-fitted  into  a  teflon 

.  2 
cylinder.  The  flat,  exposed  surface  was  0.013  cm'" .  A 

saturated  calomel  electrode  (SCE)  and  a  cadmium  bar  were 
used  as  the  reference  and  che  counter  electrodes,  res¬ 
pectively  . 


The  cell  was  filled  with  electrolyte  of  either 
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cadmium  nitrate  solution  or  potassium  nitrate  solution. 

The  pH  value  of  the  solution  was  controlled.  Potassium 
chloride  was  used  as  the  supporting  electrolyte.  The  electro¬ 
lytic  solution  was  not  stirred  during  the  experiment,  so  that 
the  conditions  of  semi-infinite  linear  diffusion  were  maintained. 

Two  experimental  parameters  were  varied: 

1)  the  ion  concentration  of  the  solutions  and 

2)  the  magnitude  of  the  potential-step  applied  to  the 
interface. 

4.2  The  Instruments  and  Electrical  Setup 

The- block  diagram  for  the  experiment  setup  is  show  in 
Figure  2.  The  instruments  show  in  Figure  2  contain  the 
following  equipment: 

a)  A  Princeton  Applied  Research  (PAR)  Model  1'~’3  Potentiostat/ 
Galvan os tat :  In  the  experiment,  the  operating  mode  was  set 
at  CONTROL  E. ,  which  means  that  the  instrument  functioned 
as  a  potentiostat.  The  current  was  measured  while  keeping 
the  potential  of  the  working  electrode  constant.  This  was 
accomplished  by  setting  the  counter  electrode  to  the 
required  level  so  that  the  'working  electrode  potential  was 
at  a  programmed  potential  with  respect  to  the  reference 
electrode.  The  instrument  is  provided  with  a  Me  del  1"6 
Current- to -Voltage  Converter  which  is  the  "basic"  plug-in 
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module.  The  R1  176  provides  a  do  voltage  output  which  is 
proportional  to  the  current.  The  cell  current  can  be  eitner 
displayed- on  the  panel,  by  a  x-y  recorder,  or  monitored  by 
the  microcomputer.  Connection  to  the  cell  was  made  through 
the  external  cable.  The  counter  electrode  was  connected  to 
the  red  clip,  the  working  electrode  to  the  green  clip  and 
the  reference  electrode  to  the  Electrometer  Probe  which  has 
a  very  high  impedance,  thereby  insuring  us  that  the  current 
was  flowing  to  the  reference  electrode, 

b)  A  PAR  Model  175  Function  Generator;  This  is  a  programmable 
waveform  generator  which  has  two  operating  modes,  SWEEP  and 
PULSE.  The  former  generates' a  sequence  of  triangular  waves, 
while  the  latter  generates  a  sequence  of  step  function,  Eor 
the  potential  step  experiment,  the  operating  mode  was  set- a 
PULSE  mode  and  the  pulse  width  selector  at  STEP  position. 
The  magnitude  of  the  step* function  was  set  by  the  setting  o 
the  3  potential  (upper  limit)  in  the  POTENTIAL  section  on 
the  front  panel  of  this  instrument. 

c)  An  Intel  CPU  S080A  Bases  Microcomputer  ( z^K  PA.',.):  The  micro 
computer  was  the  central  part  of  the  experimental  setup. 

The  functions  of  the  microcomputer  in  the  experiment  were: 

(1)  to  trigger  the  Function-* Generator  which  activated  the 
potential  step  presented  earlier, 

(2)  ...to  sample  the  current  outputs  from  the  M  17c  Converter 

-•-and  store -them  in- the- memory .  ..... 

(3)  to  convert  these  digital  data  back  into  analog  signals 
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and  then  plot  them  on  the  x-y  recorder. 

(4)  to  print  the  digital  data  on  the  line  printer. 

(5)  to  store  these  digital  data  in  the  tapes. 

The  peripheral  equipment  of  the  microcomputer  include  a 
CRT  (TV  screen),  the  keyboard,  a  cassette  recorder  and  a 
line  printer. 

d)  A  Houston  Model  RE  0074  x-y  Recorder:  The  Recorder  receives 
the  analog  outputs  from  the  DAC  (Digital-Analog  Converter) 
and  plots  them  on  the  graph  paper. 

4.3  The  Computer  Program 

A  computer  program  ’written  in  BASIC  language  -was  used  no 
carry  out  the  experiment.  The  program  consists  of  a  main  program 
and  a  machine-language  subroutine  called  "MUG".  This  subroutine 
includes  an  execution  statement  which  generates  a  trigger  signal 
to  activate  the  Function  Generator.  A  potential  step  was  then 
immediately  applied  to  the  working  electrode,  and  thereafter 
the  computer  started  to  sample  and  store  the  current  output  at 
a  fixed  time  interval.  The  analog  signal  was  converted  into  a 
digital  datum  by  a  12  bits  ADC  (Analog-Digital  Converter)  and 
then  stored  in  the  memory.  When  the  number  of  samples  reached 
a  preset  value,  the  sampling  routine  was  terminated.  The  digital 
signals  stored  in  the  memory  were  binary  numbers.  These  data 
were  converted  into  decimal  numbers  and  then  converted  into 
analog  signals ,_  and  finally  plotted  on  the  x-y  recorder  and 
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printed  on  the  line  printer.  This  was  executed  by  the  main 
program.  The  main  program  and  the  "MUG"  subroutine  are 
presented  fully  in  Appendix  A1  and  A2 . 

4.4  Experimental  Conditions  and  Procedures 


In  the  experiment,  the  initial  pH  value  of  the  electro¬ 
lyte  was  maintained  at  3  •  G »  which  was  the  condition  used  in  the 
actual  electrochemical  impregnation  process.  This  was 
accomplished  by  titrating  the  electrolytic  solution  with  a 
concentrated  KC1  solution.  The  concentrations  of  nitrate 
ion  used  were  0.005M,  0.002574  and  0.00125M  prepared  from  either 
the  KNC^  or  Cd(NO^)  solution.  The  cadmium  ion  concentrations 
were  0.0025M,  0.00125M  and  0.00Q625M,  All  the  electrolytic 
solutions  contained  0.5M  KCi  as  the  supporting  electrolyte. 

It  was  .found  later  that  the  electrolysis  of  water  made 
significant  contribution  to  the  total  current,  because  the 
current  obtained  was  significantly  higher  than  the  limiting 
current.  In  order  to  obtain  the  current  due  only  to  the  reduction 
of  nitrate  ions,  several  .runs  with  solutions  which  contained  no  . 
nitrate  ion  were  conducted.  The  solutions  used  for  this  purpose 
were  either  water  or  C.GG25M  CdCl^  solution.  Beth  solutions 
contained  C.5M  KCi  as  the  supporting  electrolyte.  This  current 
was  subtracted  from  the  current  obtained  in  the  ores er.ee  of 
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nitrate  ions  in  the  solution.  The  resulting  current  is  the 
faradic  current  of  the  reduction  of  nitrate  ions. 

The  magnitudes  of  the  potential-step  used  in  this 
study  were  -0740V,  -0 . 60V  and  -0 . 80V  versus  the  equilibrium 
potential  which  was  at  approximately  -0.35^7  vs  SCE, 

The  experimental  procedures  are  listed  blows 

(1)  The  electrical  circuit  was  set  up  as  shown  in  Figure  2, 
except  that  the  cell  was  disconnected  from  the  Potent iostat/ 
Galvanostat  by  setting  the  cell  selector  on  the  instrument 
to  the  OFF  position.  A  proper  current  range  was  then 
chosen  from  the  Current  Range  Switch  to  make  sure  that 

the  current  output  would  not  be  overloaded.  The  Function 
Generator  was  initialized  by  depressing  the  INITIAL 
control  pushbuttom.  The  initial  potential  was  set  at 
zero  volts. 

(2)  A  known  volume  of  electrolytic  solution  and  an  equal 
volume  of  supporting  electrolyte,  KC1,  were  added  to  the 
cell  and  titrated  with  HC1  solution  to  a  pH  value  of  3*0. 

The  solution  was  then  deaerated  by  bubbling  purified 
nitrogen  through  the  stirred  solution  for  about  ten 
minutes.  The  gas  continued  to  pass  above  the  solution 
during  one  experiment. 

(3)  After  the  working  electrode  surface  was  polisr.ed  by  a 

3/0  alumina  paper,  it  was  rinsed  thoroughly  with  distilled 


33 


and  deionized  water,  and  then  was  positioned  in  the  cell. 

The  electrodes  (the  working  electrode,  counter  electrode 
and  reference  electrode)  were  then  connected  to  the 
Potentiostat/Galvanostat  as  described  in  section  4. 3 • 

After  the  electrodes  were  correctly  connected,  the  cell 
selector  was  switched  to  the  EXTERNAL  CELL  position.  The 
rest  potential  of  the  solution  could  be  determined  by 

turning  the  knob  in  the  APPLIED  POTENTIAL/ CURRENT  section 
of  the  front-panel  of  the  Potentiostat/Galvanostat  so 
that  the  current  reading  displyed  on  the  front  panel 
meter  was  zero.  The  applied  potential  was  then  the  rest 
potential. 

(4)  The  upper  limit  (B  potential)  on  the  Function  Generator 
was  set.  The  value  of  the  -3  potential  plus  the  rest 
potential  was  the  total  potential  applied  to  the  electror 
chemical  cell. 

(5)  The  experiment  was  initiated  by  running  the  computer 
program.  The'  current/time  data  were  stored  in  the  computer’s 
memory  and  -then  the  results  were  converted  to  line 

printer  output. 

4. 5  Experimental  Results 

Two  sets,  a  total  of  twenty-two  runs,  were  made.  The 
first  set  of'  runs  was  conducted  in  solutions  which  contained 
no  cadmium  ion.  The  second  set  of  runs  was  made  in  solutions 
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which  contained  cadmium  ions.  For  each  set  of  runs,  clank  runs 
were  made  in  the  solutions  without  the  presence  of  nitrate 
ion  for  the  purpose  of  determining  the  background  current 
aue'to  the  water  decomposition  reaction.  The  solution  for 
blank  runs  for-the  first  set  was. water,  while  the  solution 
for  blank  runs  for  the  second  set  was  made  by  using  the 
0.0025M  CdC^  solution. 


The  current-density-vs .-time  data  printed  by  the  H  14 
Line  Printer  are  shown  in  Table  3.1  through  Table  B.22  in 
appendix  3.  The  measured  current  was  converted  to  the  current 
density  which  appears  in  those  tables.  This  is  calculated 
by  dividing  the  current  by  the  electrode  surface  area 
0.013ca2. 


Tables  3.1  through  3.9  are  the  first  data  set  which  used 
potassium  nitrate  as  the  electrolytic  solution,  while  Tables 
3.10  through  3,12  are  the  background  currents  of  water  used 
to  subtract  from  the  first  data  set. 


Tables  3.13  through  3.21  are  the  second  data  set  which 
used  cadmium  nitrate  as  the  electrolytic  solution,  while 
Table  3.22' is  the  background  current  of  water  in  one  presence 
of  cadmium  ions. 


A  series  of  current-density-vs , -time  curves  witn  various 
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electrolytic  solution  concentrations  and  applied  overpotentiais 
are  shown  in  Figures  3  through  6.  In  these  figures,  the 
current  due  to  the  electrolysis  of  water  has  been  elirainited 
by  using  the  routine  tabulated  in  Table  1. 

Figures  3  through  5  are  the  current-density-vs . -time 
curves  obtained  in  the  solutions  which  did  not  contain  cadmium 
ion.  Figure  3  shows  the  current-density-vs . -time  curves 
obtained  in  a  solution  containing  0.005M  nitrate  ion  and  at 
potentials  -0.40V,  -O.oOV  and  -0.80V  from  the  equilibrium 
potential.  Figure  4  shows  the  current-density-vs , -time  curves 
obtained  in  a  solution  containing  0.0025M  nitrate  ion,  and  at 
potentials  -0.40V,  -0.60V  and  -0.807  from  the  equilibrium 
potential.  Figure  5  shows  the  current-density-vs . -time  curves 
obtained  in  a  solution  containing  0.00125M  nitrate  ion  ax  -0.40V, 
-0.60V  and  -0„80V_from  the  equilibrium  potential.  Due  to  the 
lack  of  blank  runs  with  0.00125M  and  0.000625M  cadmium  ion  con¬ 
centrations  and  -0.60V  and  -0.80V  from  the  equilibrium  potential, 
only  one  current-density-vs . -time  curve  was  obtained  with  0.0G5M 
nitrate  ion  and  0.0025M  cadmium  ion  concer.traxion  at  the  poten¬ 
tial  of  -0.40V  from  the  equilibrium  potential.  This  is  shown 
in  Figure  6. 

6  Discussion  of  Sxreriner.xal  Results 


Some  characteristics  can  be  seen  from  the  curves  shown 
in  Figures  3  through  6. 
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Table  Is  Evaluation  of  Currer.t-Density-vs .  -Time  lata 
Plotted  in  Figures  3  Through  6. 


Figure  is 
plotted 

by  subtracting  the 
corresponding  current 
density  at  each  time 

Doint  in 

from  that 

of  in 

(1) 

. 

Table  B.l 

Table  3.10 

Figure  3 

(2) 

Table  3.2 

Table  3.- 11 

(3) 

Table  3.3 

Table  3. 12 

(1) 

Table  3.4 

Table  3.10 

Figure  4 

(2) 

Table  3.5 

Table  3.11 

(3) 

Table  3.6 

Table  B.12 

(1) 

Table  3.7 

Table  3.10 

Figure  5 

(2) 

Table  3.8 

Table  3.11 

(3) 

Table  3.9 

Table  3.12 

Firstly,  the  current  density  decays  with  tine  in  a  ] 

hyperbolic  fashion.  This  is  the  result  of  depletion  of  the  j 

iN'O^  ions  near  the  electrode  surface.  Theoretically,  there  j 

is  an  initial  sharp  rise  of  current  associated  with  double-layer 
(27) 

charging  ,  due  to  the  application  of  a  potential-step .  This  was  \ 

not  observed  in  the  experiment,  however,  because  the  tine  for  j 

charging  is  usually  very  short  as  compared  to  the  electrolysis  1 

time. 

;i 

i! 

Secondly,  the  sharp  current  drops  in  the  beginning  indicate  j 

that  very  sharp  concentration  gradients  are  established  for  the  j 

:  I 

nitrate  ions  and  the  hydroxy  ions  as  soon  as  the  surface 

reaction  (23)  takes  place.  The  concentration  gradients  are  ! 

i 

gradually  decreased  due  to  the  diffusion  layer  extending  in  ^ 

the  direction  of  decreasing  concentration  gradients.  The  t 

result  is  that  the  decay  of  the  current  density  is  not  as  fast  j 

as  in  the  beginning. 


The  curves  for  the  case  of  potential  at  -0.80V  from  the 
equilibrium  potential  and  solutions  containing  0.G025M  and 
0.00125M  nitrate  ion,  as  shown  in  the  upper-most  curves  in  Figures  - 
and  5»  respectively,  are  somewhat  different  from  t ns  others. 

These  two  curves  do  not  follow  the  same  trends  as  their  lower 
potential  counterparts.  It  is  suggested  that  the  reactant, 
nitrate  ion,  near  the  electrode  surface,  is  used  up  in  a  very 
short  time  and  another  reaction  must  be  taxing  place.  This 


behavior  is  the  mos*  pronounced  as  shown  in  the  upper-most 
curve  in  Figure  5*  A  maximum  current  is  observed  at  time 
equal  to  about  0.5  msec.  This  curve  thus  strongly  supports 
our  explanation  that  some  other  reaction  is  taking  place  at 
that  time.  On  the  other  hand,  the  absence  of  this  behavior 
in  the  curve  for  the  case  of  O.OOyM  nitrate  ion  shown  in  the 
upper-most  curve  in  Figure  3  suggests  that  the  nitrate  ion 
concentration  near  the  electrode  surface  is  not  zero. 

Two  parameters  were  varied  in  the  experiment,  i.e., 
the  concentration  of  the  electrolyte  solutions  and  the  value 
of  the  potential  from  the  equilibrium  potential  (rest  potential). 
The  changing  of  either  the  bulk  concentration  of  the  electrolyte 
solutions  or  the  overpotential  that  is  applied  to  the  working 
electrode  will  change  the  value  of  the  current  density.  For 
a  given  bulk  concentration,  the  increase  in  the  applied  over- 
potential  increases  the  electrochemical  reaction  rate  on  the 
electrode  surface.  The  effect  of  the  applied  overpotential  on 
the  current  density  can  also  be  observed  in  Figures  3  through  5> 
In  each  of  these  figures,  a  plot  of  the  limiting  current  - 
density- vs .-time  curve  is  also  shown.  The.  limiting  current 


density 

is  calculated 

by  equation  (9) 

the  nitrate  ion. 

•with  the 

corresponding 

bulk  concentration  of 
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current 

is  defined  as 

maximum  current 
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he  surfac 
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of  the  reactant  for  the  case  of  limiting  current  is,  in  fact, 
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zero  at  any  tine.  After  examining  Figures  3  through  5 >  we  find 
that,  for  the  case  of  -0,30V,  some  of  the  values  of  current 
density  exceed  the  limiting  current  density.  This  phenomenon 
becomes  more  significant  when  the  bulk  concentration  of  pota¬ 
ssium  nitrate  is  decreased.  The  reason  for  this  phenomenon 
probably  is  that  at  the  high  applied  overpotential ,  many 
reactions  can  subsequently  be  expected  to  take  place.  The 
maximum  current  appearing  in  the  curve  for  the  case  of  -0.50V 
is  a  result  of  this  behavior. 

When  the  applied  overpotential  is  fixed,  the  hetero¬ 
geneous  reaction  rate  constants  in  both  the  cathodic  and  anodic 
directions,  K,  and  ,  are  fixed.  The  supply  of  the  nitrate 
ions  on  the  electrode  surface  comes  only  in  the  way  of  diffusion 
of  the  nitrate  ions  from  the  bulk  solution.  Increasing  the 
bulk  concentration  will  increase  the  rate  of  nitrate  ion  supply 
to  the  electrode  surface,  thusly  increasing  the  current  density. 
Figures  7  through  9  show  the  effect  of  the  bulk  concentration 
of  the  electrolytic  solution  on  the  current  density  with  fixed 
applied  overpotential.  From  the  three  figures,  we  can  see  that 
the  current  density  is  approximately  proportional  to  the  bulk 
concentration  of  potassium  nitrate,  except  for  the  case  of  -C: . 

When  electrolytic  solution  contains  cadmium  ions,  a 
different  set  of  results  was  obtained.  The  experimental 
current-density-vs . -time  curve  obtained  in  a  0,00251.1 
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Effect  of  the  Bulk  Concentration  of  the  Electrolytic  Solution 
on  the  Current  Density  with  Fixed  Applied  Overpotential . 
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the  Current  Density  with  Fixed  Applied  Overpotential. 
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Cd(N0^)2  solution  and  at  -0.40V  applied  overpotential  is  shown 
in  Figure  6.  In  addition  to  the  electrochemical  reduction  of 
the  nitrate  ions  on  the  electrode  surface,  a  precipitation 
reaction  also  takes  place  in  the  solution  because  the  cadmium 
ions  in  the  electrolytic  solution  can  coprecipitate  with  the 
hydroxy  ions  produced  by  the  electrochemical  reaction  on  the 
electrode  surface.  The  current  density  is  expected  to  be 
greater  than  that  when  the  cadmium  ion  is  absent  from  the 
electrolytic  solution.  Figure  10  shows  the  current-density - 
vs.-time  curves  obtained  in  a  0.005M  KNO^  solution  and  in  a 
0.0025M  Cd(N0^ solution.  The  applied  overpotential  is  -0.2-07 
for  both  cases.  From  the  curves,  one  can  see  that  the  current 
density  obtained  in  the  0.0025M  Cd(N0^)2  solution  is  larger 
than  that  obtained  in  a  0.005M  KNC^  solution.  The  reason  for 
this  is  that  the  consumption  of  the  hydroxy  ions  due  to  the 
precipitation  reaction  establishes  a  driving  force  to  produce 
more  hydroxy  ions  and  thus  promote  the  electrochemical  reaction. 
Some  interesting  facts  may  be  seen  from  the  figure.  Firstly, 
the  difference  between  two  current  densities  increases  as  time 
increases,  finally  reaching  a  constant  difference;  secondly, 
the  rate  of  decrease  of  the  current  density  with  time  is  slower 
for  the  case  of  using  Cd ( N 0 J2  as  the  electrolytic  solution. 

One  may  thus  obtain  a  larger  steady  state  current  density  using 
Cd(N0^ ) 7  as  the  electrolytic  solution. 
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Figure  10*  Current-Densi ty-vs . -Time  Curves  Usiny  Various  Electrolytic 
iJoluti  ons . 
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CHAPTER  5 

NUMERICAL  SOLUTIONS 
OF  THE  THEORETICAL  MODEL 

5 • 1  Orthogonal  Collocation  Method 

There  are  many  numerical  techniques  which  can  be  used 
to  solve  the  differential  equations  of  the  theoretical  model 
presented  earlier  in  Chapter  3* 

Orthogonal  collocation  method  was  selected  as  the  method 
of  solution.  The  orthogonal  collocation  method  requires  very 
little  implicit  mathematics  and  results  in  a  large  savings  in 
computer  time  over  the  common  finite  difference  scheme  such  as 
the  Crank-Nicholson  method.  A  brief  description  of  the  ortho¬ 
gonal  coxlocation  method  is  presented  in  Appendix  C. 

5*2  Working  Equations 


5*2.1  Dimensionless  Form  of  the  Differential  Equations 


The  orthogonal  collocation  method  requires  the  region  of 
solution  to  be  restricted  to  the  interval  C C , 1 3  .  This  is 
accomplished  by  normalizing  the  spatial  variable  by  the 
parameter ,  £ ,  the  diffusion  thicxr.ess,  ^  =x/ /  . 


dimensionless  forms s 

* 

p  —  ~  •  r*  _  --  - 

O  ,  t  L>  ~  — 

1  Cl  2  c? 

1  1 

the  dimensionless  time  is  defined  as: 


Substituting  the  above  dimensionless  variables  into  equations 
(17)  and  (19)  and  rearranging  leads  to  the  following  dimension¬ 
less  eauations: 


.(.Zulh 
1  vay 


*  2„  * 

^  '‘l  ,  f  „  *  „  3?Ist 

•2T  ‘S'?2  '  r  1 


where  K=  — —  and  2Ksp=  -IdS — 

32  Tc“) J 

are  the  dimensionless  homogeneous  reaction  rate  constant  and 
solubility  product,  respectively.  Similarly,  equations  (21) 
and  (22)  become: 


U1  \  1>  U1 


„  *  ?  * 

^:2  .  yc2 


V>J 
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The  initial  conditions  are: 


1.  at  r  =0 ,  CL  =1, 


for  all  0 


s  l- 


2.  atr« 


=0,  C2~=  C°/C°  ,  for  all  0  <  y  < 


1. 


The  first  two  boundary  conditions  come  from  the  dimensionless 
form  of  equations  (32)  and  (33)* 


D1  C°  f  >ci 

1  •  (  -l—i-  )  I  0  1 


*  N 


h  J$=o 


k2  (c'J)3  <C°V  -  (X.CJ)  c°’ 


=  0  , 


3i  f3c-  1 

2.  3(  — )  2_i_ 

C2  L23 


f  3C; 


=  0 


:=o 


The  other  two  boundary  conditions  are: 


3 .  at  ^  =1 ,  C1  =1  , 


for  X  >  0  , 

4.  at^-**  C2*=C^/cr,  for  *£•  >  0 . 


5.2.2  Discretized  Equations 


The  solution  is  approximated  by  a  (L’+2 )  th-order  Legendre 
polynomial  which  satisfies  the  differential  equations  and 
boundary  conditions  exactly  at  N+2  points.  Those  points  are 
chosen  to  be  zeros  of  the  Legendre  polynomial  of  degree  over 
the  interval  (0,1)  and  with  the  boundary  points  0  and  1. 
Discretizing  the  spatial  derivatives  at  those  points  leads  to 
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the  following  set  of  first-order  ordinary  differential  equations 


i=  2, . N-rl,  (39) 


i  3  2 , .  N + 1 ,  ( IrO ) 

where  ^  ^ ,  i=2,...  N+l  are  the  N  inferior  collocation  points 
while  1  and  N+2  are  exterior  collocation  points  which 
correspond  to  the  boundary  points  at  ^  =0  and  =1, 
respectively,  and  0=  ^  %  ^  ^  N+2  =1,  i=2,  .  . .  N  +  l.  3j_  , 

is  a  (N+2)  by  (N+2)  coefficient  matrix  which  cones  from  the 
discretization  of  the  second  derivative  (  d2ci*/d^  or 
O  C2  / S  *5  )  eacn  collocation  point.  A  detailed  explanation 
of  matrix  3  is  shorn  in  Appendix  C.  C,  .,'£■)  and  C-,  (t  .,t) 
are  the  concentrations  of  species  1  and  2,  respectively,  at 
fine  'C  and  position  ^  ^ . 
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where  ^  is  an  element  of  another  (N+2)  by  (N+2)  coefficient 
matrix  which  comes  from  the  discretization  of  the  first-order 
derivative  (  2>C^  or  "^C2  )  at  each  collocation  points . 

Since  only  boundary  conditions  1  and  2  (equations  (43)  and  (44)) 
require  the  evaluation  of  the  first-order  derivative  at  1 =0 , 
only  the  first  row  of  the  matrix  A,  i.e.,  A,  is  used  here. 

1  I  o 

The  initial  conditions  for  both  cases  are  the  same: 

I.C.  ’s 

1.  at  -f=0,  c1*(^i<T)=  1>  i  =  l....N+2, 

2.  at  ^  =0,  )=  C2//Ci:  ’  i=lf.M+2. 


5*2.3  Calculation  of  Current  Density 


The  current  density  is  related  to  the  flux  of  the  nitrate 
ion  at  the  electrode  surface  by  equation  (34).  The  discretized 
and  dimensionless  form  of  equation  (34)  is; 
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3 . 3  The  Introduction  of  a  Saline  Point  to  the  Tiscretited 
Equations 


The  diffusion  thickness  introduced  in  the  derivation 
of  the  dimensionless  form  in  the  previous  section  can  he 
justified  by  selecting  the  total  electrolysis  time  such 
that  diffusion  effects  are  negligible  at  x=£  during  that 
period.  At  the  beginning  of  the  electrolysis,  the  diffusion 
thickness  selected  according  to  the  total  electrolysis  time  is 
too  large.  This  leads  to  a  concentration  profile  which  is 
flat  in  most  of  the  interval  with  a  sharp  drop  in  a  very  small 
region  near  *5-  =0.  This  would  require  a  large  number  of 
collocation  points  leading  to  a  very  stiff  set  of  ordinary 
differential  equations. 

This  difficulty  can  be  overcome  by  the  use  of  a  method 

f  2  Q  \ 

called  spline  collocation'  '  based  on  the  diffusion  boundary 
concept.  This  method  maintains  a  fixed  low  number  of  collo¬ 
cation  points  in  the  interval  which  is  very  small  initially 
and  will  be  increased  as  time  increases  to  account  for  the 
thickening  of  the  diffusion  layer.  In  the  regions  outside 
this  interval,  the  concentration  is  fiat.  As  a  natter  of 
fact,  the  spline  point  can  be  located  as  close  to  the  inter- 

(  ?  Q  ) 

face  as  to  achieve  any  desired  accuracy  , 

t  the  concentration  gradient 


In  order  to  be  sure  tha 


at  the  spline  point  is  zero,  the  concentration  at  the  Nth 
collocation  point,  i.e.,  the  last  one  before  the  spline 
point,  is  tested  to  assure  that  it  is  within  a  very  small 
range  of  the  bulk  condition.  At  the  time  when  such  a  test 
fails,  the  spline  point  is  moved  further  into  the  solution, 

Introducing  a  spline  point,  ^  s ,  G<  ^  g  4.  1 ,  a  new  variable, 
z= 'V /  ^s,  is  introduced.  The  discretized  equations  we  obtained 
for  the  case  of  solution  containing  cadmium  ions  are: 


dC 

1 

df  It; 


— —  r  :;+2  *  -l 

*  <  v2  >  <  r*  )  21 


1=2  ,  «  0  9  N  1  f 


i 

*  *~i 

r 

■  (  >2  ) 

1  y  3,  ,c  (2,,r) 

-2K  f 

2.  S3 

^  *  ■  ■  -  9  j  j  j 

j=i 

l 

^C2  (zL,X)) 


o  T) 

*  2 


1=2 , . . 


ror  the  case  of  solution  containing  no  cadmium  ion, 


c  n 
-/ 1 


Equations  (43)  through  (46),  which  cone  from  the  four  ccur.dar; 
conditions,  become: 

D  cb  N+2 

la  (“fs  }  (  — y-  )^2I  AltjC1  ( 2  j»T  +  [^2‘'C1)3c2 

-  (K1C  =  )C1*(z1,'t'f|  =0,  for  allt>0.  (32) 


2.  3(- 


Di  .  <  ?il_2 


L>[Z  ♦  [E  ai,;c2*^.t)] 

2  u  j  =  l  ^  ^  '  =  1  > 


for  all  X>°* 


3-  C1*(^S.T)“  ci*<::if2’t )-  i.  for  ail  t>o, 

4-  52*^a-T>*  s2,‘*a»2»t)*«I/*i.  ofi  t?c 


The  initial  conditions  become: 
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A 


4 


T  r  '  c  • 

1  •  •  o  * 

* 

1.  at  ^=0,  C1  (zi,T)=  1.  i=l,...N+2, 

2.  at  r=0,  C2*(zi>r)=  C2/C2,  1=1,  .  .  .N+2. 


The  current  density  should  he  changed  to  s 


5.4  Solution  Procedures 


For  the  case  of  a  solution  containing  cadmium  ions, 
equations  (48),  (49)  and  (52)  through  ( 55 ) »  with  the  initial 
conditions,  are  the  working  equations  used  to  solve  for  the 
concentration  profiles  of  N 0 ^ "  and  OH-  ions.  The  Cd"1"^  ion 
concentration  is  calculated  by  the  electroneutrality  conditic 
in  the  solution: 
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For  the  case  of  a  solution  containing  no  cadmium  ion, 
equations  (50),  (51)  and  (52)  through  (55)  with  the  initial 
conditions,  are  the  working  equations. 

Equation  (56)  is  used  to  calculate  the  current  density 
at  each  time  /f  for  both  cases. 

5 • 5  Computer  Program  Structure 


The  computer  program  for  solving  the  discretized 
equations  consists  of  a  main  program  and  5  main  subroutines. 
The  first  main  subroutine  evaluates  the  collocation  points 
(roots)  of  the  Jacobi  polynomial  of  order  N,  as  well  as  the 
firs  and  second  derivatives  tne  polynomial  at  the  roots. 
These  derivatives  are  then  used  in  a  second  main  subroutine 
to  caxculate  the  discretization  coefficient  matrices  A  and  3. 
The  third  main  subroutine  is  used  to  perform  a  semi-implicit 


integration  using  Gear's  routine 


(29) 


Tms  subroutine  cans 


4  external  subroutines.  The  first  of  these  contains  the 

explicit  expressions  (48)  and  (49)  (or  (50)  and  (51)  in 

another  case)  for  the  discretized  coupled  first  order  differentia- 

equations  containing  the  3.  .  terms;  the  second  contains  the 

-  >  j 

Jacobian  matrix  for  the  same  equation;  the  third  performs  the 
first  stage  of  Gaussian  elimination^  ;  of  the  Jacobian  matrix; 
tr.e  _ast  performs  the  back  substitut.cn  of  Gaussian  eiimi..ation 


of 
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of  the  Jacobian  matrix.  The  first  external  subroutine  called 
by  the  integration  subroutine  also  calls  another  subroutine 
coming  from  the  IMSL  package.  This  subroutine  solves  equations 

(52)  and  (53)  simultaneously  to  give  the  surface  concentrations 

*  * 

of  C.  and  C-  .  The  IMSL  subroutine  calls  another  function 

1  c. 

which  feeds  the  equations  to  be  solved.  Before  writing  the 

*  * 

function,  (surface  concentration  of  )  is  solved 

-g.  -fr 

in  terms  of  (z-,^),  i=l ,  .  .  .'i-^2 ,  and  (z-.'T),  i  =  l  ,...11+2, 

using  equation  (53) »  and  then  substitute  into  equation  (52) 

* 

to  eliminate  (z^, '"£*).  Thus,  only  one  equation  which 

* 

contains  only  one  unknown,  is  needed.  Cnee  we 

obtain  C7  (z^,^)  can  be  calculated  easily. 

The  Jacobian  matrices  for  both  cases  can  also  be  evalu- 

* 

ated  after  substituting  the  expression  of  (z1f^*)  into 
equations  (43)  and  (49)  (or  (50)  and  (51)  in  another  case). 

For  the  case  of  solution  containing  no  cadmium  ion,  the  Jacobian 
matrix  is: 
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which  is  a  2N  by  2N  matrix.  For  the  case  of  solution 
cadmium  ions,  the  Jacobian  matrix  is  the  same  except 
the  terms  in  the  diagonal  line  of  the  third  quadrant 
subtracted  by  X  and  the  terms  in  the  diagonal  line  of 
fourth  quadrant  are  all  subracted  by  2K( f+( TDXsp/C^  v 


containing 

that 


are  all 
the 


T) 


The  values  obtained  from  the  integration  subroutine  are 
then  used  in  a  fourth  main  subroutine  to  calculate  the  current 
density  by  equation  (56),  The  last  main  subroutine  is  used  to 
evaluate  the  concentration  at  any  desired  point  between  0  and  1 
by  interpolation  using  the  values  at  the  collocation  points. 

The  structure  of  the  whole  program  is  shown  in  Figure  11. 
Programs  from  both  cases  are  listed  in  Appendix  D.  Programs 
herein  were  executed  on  an  AMDAHL  4?0/V6  computer. 
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CHAPTER  6 

FITTING  OF  THE  THEORETICAL 
MODEL  WITH  EXPERIMENTAL  DATA 

6 . 1  The  Determination  of  the  Electrochemical  Reaction 
Kinetics  Parameters 

The  unknown  heterogeneous  reaction  rate  cons¬ 
tants  which  appear  in  equation  (52)  were  determined 
from  the  current-der.sity-vs ,  -time  data  obtained  in  a 
solution  which  did  not  contain  cadmium  ion.  The  di¬ 
fferential  equations  (50)  and  (51)  which  describe  the 
transport  process  were  solved  by  computer  to  determine 
the  rate  constants.  Comparing  equation  (31)  with  equa 
tion  (31a),  one  can  see  that  both  K1  and  K9  depend  on 
the  applied  potential  with  exponential  dependence. 
Thus,  X.  and  ^  should  be  constant  when  the  applied 
potential  is  maintained  at  a  constant  value  during  the 
electrolysis.  K1  and  K^  were  obtained  by  comparing  the 
experimental  data  in  the  absence  of  cadmium  ion  in  the 
electrolyte  with  the  computer-calculated  current  der.si 

The  experimental  current-der.sity-vs  , -time  data 


data 


with  the  electrolyte  containing  0.005'^  nitrate  ions 
and  the  applied  overpotential  of  -0,407  was  first 
fitted  to  the  computer-simulated  data  to  obtain  the 
K1  and  values.  Due  to  the  lack  of  information 
about  the  values  of  X1  and  ,  rough  estimates  of  X. 
and  K0  were  evaluated  by  substituting  the  applied 
potential  V,  which  is  equal  to  the  value  of  the  applied 
overpotential  plus  the  rest  potential,  to  equations 
(31)  and  (31a).  The  estimated  values  of  X,  and  X,  were 
increased  or  decreased  until  the  computer-calculated 
current-density-vs .-time  curve  had  the  same  shape  as 
the  same  curve  obtained  experimentally,  ('iote,  the 
background  water  decomposition  current  has  been  sub¬ 
tracted.  ) 

After  we  obtained  the  right  shape,  the  anodic 
reaction  rate  constant,  X^ ,  was  then  fixed.  By  changing 
X, ,  one  can  make  the  entire  curve  shift  upward.  Con¬ 
versely,  decreasing  the  X,  value  will  decrease  the 
current  density  at  each  time  point  and  thus  shift  the 
entire  curve  downward.  A  set  of  current-density-vs . - 
time  curves  with  fixed  X9  values  and  different  values 
of  X.  are  plotted  in  Figure  12.  The  values  of  X,  and 
X,  when  the  concentration  of  nitrate  ions  is  0 . CC 
and  the  applied  overpotential  is  -C.mJV  w as  obtained 


Electrolysis  Time,  ms 
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by  interpolating  the  experimental  curve  b etween  chose 
curves  in  Figure  12.  The  values  of  X1  and  X 2  which 
achieved  the  best  approximation  of  the  experimental 
data  are  K^=  0.12  X  10"^  and  X2  =  0.6  xlO--5,  respectively 

These  values  were  then  used  to  predict  the  cu- 
rrent-density-vs .-time  curves  at  the  other  ion  con¬ 
centrations.  Figure  13  shows  the  computer-simulated 
current  density  curves  and  experimental  curves  at  va¬ 
rious  nitrate  ion  concentrations . 

The  values  of  X^  and  at  the  applied  overpo¬ 
tential  of  -0.60V  were  different  from  those  at  -0.40V. 
The  same  procedure  was  used  in  evaluating  the  values  of 
and  X2  at  the  condition  of  -O.cGV.  Figure  14  shows  a 
set  of  calculated  current-density-vs . -time  curves  with 
fixed  K2  valued  and  different  values  of  X., .  The  value  o 
X*  at  the  condition  of  -0,60V  was  then  obtained  in  the 

i. 

same  way  as  before.  The  values  of  X,  and  X0  were  deter- 
mined  to  be  0.10  x  10  J  and  0.50*10  ,  respectively. 

These  values  were  then  used  to  predict  the  current-den¬ 
sity-vs  .  -time  curves  at  the  other  ion  concentrations , 
Figure  15  shews  the  comparison  of  the  predicted  and  ex¬ 
perimental  current-density-vs , -time  curves. 

The  reaction  rate  constants  at  the  applied  overpo 
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Figure  I'Jt  Experimental  and  Computer-Simulated  Curren  t-Densi  ty-vs  .  -T  ime 

Curve:)  with  Various  Nitrate  Ion  Bulk  Concentrations  in  the  Case 
of  Ivl  im:  I  roly  te  Con  taining  No  Cadmium  Ion. 
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tential  of  -0.30V  were  not  pursued.  The  reason, which 
was  discussed  previously,  is  that  at  this  high  applied 
overpotential  more  complicate  sequences  of  reactions 
take  place.  This  simple  reaction  expression  can  not 
describe  the  phenomena. 

The  heterogeneous  rate  expression  so  determined 
is  believed  to  be  a  correct  one.  This  claim  is  supported 
by  the  fact  that  the  rate  constants,  and  Kg,  are 
independent  of  the  bulk  concentration  at  a  given  poten¬ 
tial.  This  is  indeed  the  case  as  was  shewn  in  Figures 
13  and  15. 

6.2  The  Determination  of  the  Homogeneous  Precipitation 
Reaction  Rate  Constant 

Higher  current  density  was  observed  when  cadmium 
nitrate  was  used  instead  of  potassium  nitrate  as  the 
electrolyte  ir.  the  electrochemical  cell.  The  hydroxy 
ion  produced  by  the  reduction  of  nitrate  ion  copreci¬ 
pitated  with  the  cadmium  ion  in  the  solution.  This 
increased  the  reduction  reaction  rate  and  led  to  higher 
current.  This  homogeneous  reaction  was  assumed  to  be 
linearly  dependent  on  the  degree  of  supersaturation  of 
cadmium  hydroxide  (see  Equation  (1^)).  Since  the  beta- 


roger.eous  reaction  rate  constants  X„  and  were  deter¬ 
mined,  the  homogeneous  rate  constant  d  could  be  evalu¬ 
ated  'ey  fitting  the  second  set  of  experimental  data 
with  the  theoretical  model  to  determine  the  value  of  x. 

Figure  16  shows  the  current— density-vs . -time 
curves  with  various  d  values  while  the  other  parameters 
were  held  at  a  constant  value.  The  current-density-vs . - 
time  data  obtained  in  a  0.0025M  cadmium  nitrate  solution 
at  the  applied  overpotential  of  -0.40V  is  also  plotted  in 
Figure  16.  The  reaction  rate  constant,  > ,  was  then  eva¬ 
luated  approximately  from  Figure  lc.  The  most  probable 
homogeneous  reaction  rate  constant  was  determined  to  be 
50  sec-1. 


k=  100 


ity-vt; . -Time  Curves  with  Fixed 
ue  Reaction  Rate  Constants. 
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CHAPTER  7 

DISCUSSIONS  AND  CONCLUSIONS 

7 •  1  Surface  Concentrations  of  Various  lor.s  as  Junctions 
of  T i.T.e 


The  knowledge  of  the  surface  ion  concentrations  can  pro 
vide  information  concerning  the  electrochemical  deposition 
process.  Although  the  surface  ion  concentrations  were  not 
available  from  the  experiment,  that  information  could  be 
generated  by  computer  simulations. 

Figure  17  shows  the  surface  concentrations  of  NO-"  and 
OH”  ions  as  functions  of  time  in  the  absence  of  cadmium  ion 
in  the  solution  at  two  potentials,  -O.LOV  and  -0.60V  from 
equilibrium  potential  and  at  a  N0^~  bulk  concentration  of 
C.C05M.  In  general, the  surface  concentration  of  NO,"  ions 
decreases  as  time  increases,  while  the  surface  concentration 
of  OH"  ions  increases  as  time  increases.  This  is  due  to  the 
electrochemical  reaction  (23),  in  which  one  nitrate  ion 
reacts  with  two  electrons  and  which  produces  three  hydroxy 
ions . 

For  tne  case  of  -O.m-CV  overpotential,  the  CH”  concen¬ 
tration  increases  sharply  from  the  bulk  value  of  nearly  cere 


KEY 
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to  about  0.5  dimensionless  concentration  units  in  less  than  1 
msec  before  the  hydroxy  ions  generated  are  removed  effectively 
by  diffusion.  Thereafter,  the  OH-  concentration  increases  at 
a  slower  rate.  For  ions,  the  surface  concentration  drops 

to  about  0.72  dimensionless  concentration  units  from  the  bulk 
value  of  i.O  in  less  than  1  msec  and  then  decreases  at  a 
slower  rate  when  the  diffusion  can  effectively  supply  the 
reactant  for  the  electrode  reaction.  The  sharp  changes  of  the 
surface  concentrations  of  and  OH  ions  cause  the  sharp 

decrease  of  the  current  density  in  a  short  time  period  in 
the  beginning  of  the  electrolysis. 


At  a  more  negative  overpotential  of  -C.60V,  the  increase 
in  surface  CH-  concentration  and  the  decrease  of  concen¬ 

tration  are  even  more  significant  and  last  over  a  longer  time 
period.  The  surface  concentration  of  NC^  drops  to  about 
0.5  dimensionless  concentration  units  and  OH  concentration 
increases  to  about  0.57  dimensionless  concentration  units  in 
2.0  msecs.  The  behavior  is  the  consequence  of  the  higher 
overall  reaction  rate  at  -0.60V.  The  nitrate  ions  were  con¬ 
sumed  at  a  higher  rate  which  produced  more  hydroxy  ions, 
longer  induction  time  is  needed  for  diffusion  to  effectively 
supply  the  reactant  from  the  bulk  solution  and  remove  tne 
oroduct  from  the  electrode  surface. 


Similar  profiles  of 


sur  j.  ae  * 


cor 


an  a  OH 
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at  lower  bulk  NO^~  concentrations  -were  also  obtained.  These 
are  shown  in  Figures  18  and  19* 

Mien  the  electrolyte  contains  cadmium  ions,  the  homo¬ 
geneous  precipitation  reaction  of  cadmium  ions  and  hydroxy 
ions  near  the  electrode  surface  promotes  the  electrochemical 
reaction  on  the  electrode  surface  in  the  cathodic  direction. 
This  causes  the  nitrate  ions  to  be  consumed  at  a  higher  rate 
than  the  case  when  no  cadmium  is  present.  This  is  shown  in 
Figure  20  where  the  homogeneous  reaction  rate  constant  is  50 

A 

sec~i.  It  is  interesting  to  note  that  the  cadmium  ion  surfac 
concentration  increases  initially  and  then  starts  to  decrease 
This  phenomenon  is  explained  as  follows.  Immediately  after 
the  electrolysis  began,  N0^~  ions  were  consumed  by  the  elec¬ 
trochemical  reaction  which  produced  an  N0^“  concentration 

gradient  made  the  NO^"  ions  in  the  bulk  solution  diffused 

+2 

toward  the  electrode  surface.  The  Gd  ions,  on  the  other 

hand,  moved  with  the  N0^~  ions  in  the  same  direction  in  order 

to  maintain  the  elecroneutrality  condition.  In  the  meantime, 

the  OH  concentration  was,  however,  not  so  high  as  to  consume 
+2 

all  the  Cd  ions  brought  in  by  the  transport  process.  The 
cadmium  ions  was  thus  accumulated  and  resulted  in  a  higher 
value  than  its  bulk  condition.  As  scon  as  the  surface  concern 
tration  of  CH  ion  raised  to  some  value,  the  surface  concen¬ 
tration  of  the  Cd  ^  ions  starts  to  decrease  because  of  the 
abundant  supply  of  OH"  ions  consuming  the  cadmium  ions  at 
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this  time. 


For  the  nitrate  ions,  the  surface  concentration  also 
decreases  as  time  increases  at  a  rate  somewhat  larger  than 
that  for  the  case  of  solution  containing  no  cadmium  ion.  This 
is  shown  in  Figure  21.  Figure  21  also  shows  the  difference  in 
the  surface  concentration  of  the  hydroxy  ion  between  those  two 
cases,  i.e.,  in  the  presence  and  in  the  absence  of  cadmium 
ions.  The  initial  behaviors  of  two  cases  are  very  similar. 
After  this  induction  period,  the  ion  concentration  for  the 
case  of  a  solution  which  contains  cadmium  ions  decreases  at 
a  more  gradual  rate  as  a  result  of  the  homogeneous  precipi¬ 
tation  reaction  between  cadmium  and  hydroxy  ions. 

7-2  Concentration  Profiles  of  Various  Ions  at  Various  Time 


For  the  case  of  solution  containing  no  cadmium  ion,  the 
nitrate  ions  were  consumed  and  the  hydroxy  ions  were  produced 
on  the  electrode,  the  concentration  gradients  were  established 
which  made  the  nitrate  ions  diffused  from  the  bulk  solution 
toward  the  electrode  surface  and  the  hydroxy  ions  diffused 
away  from  the  electrode  surface  toward  the  bulk  solution. 
Figures  22  through  27  show  the  concentration  profiles  of 
and  OH  ions  with  different  applied  overpoter.tials  at  some 
selected  times.  From  these  figures,  one  can  see  that  the 
diffusion  thickness,  £  ,  increases  with  time.  The  diffusion 
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figure  22  Concentration  Profiles  of  Nitrate  and  Hydroxy  Ions  at 
Various  Time  for  the  Case  of  Solution  Containing  No 
Cadmium  Ion. 
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Figure  24s  Concentration  Profiles  of  Nitrate  and  Hydroxy  Ions  a 
Various  Times  for  the  Case  of  Solution  Containing  No 
Cadmium  Ion. 
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Figure  26»  Concentration  Profiles  of  Nitrate  and  Hydroxy  Ions  at 
Various  Times  for  the  Case  of  Solution  Containing  No 
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centration  Profiles  of  Nitrate  and  Hydroxy  Ions  at 
ious  Times  for  the  Case  of  Solution  Containing 


thicknesses  at  various  time  are  listed  in  Tables  2  and  3> 

The  concentration  profiles  of  N0^“,  0H~  and  Ca*2  ions 
at  various  time  for  the  case  of  solution  containing  cadmium 
ions  are  shown  in  Figures  28  and  29.  The  shape  of  NO  ~ 
concentration  profiles  is  the  same  as  that  for  the  case  of 
containing  no  cadmium  ion  but  the  N  0  ^  ~  concentration  on  the 
surface  is  somewhat  lower  than  that  for  the  case  of  contain¬ 
ing  no  cadmium  ion.  The  diffusion  thickness  increases  as  time 
increases , 

In  the  previous  discussion  of  the  surface  concentration, 
the  surface  concentration  of  0H~  ions  increases  in  the  beginn¬ 
ing.  During  that  time,  OK"  ions  diffuse  from  the  electrode 
surface  to  the  bulk  solution.  Figure  28  shows  that  the 
surface  concentration  increases  and  the  diffusion  layer  thick¬ 
ness  also  increases  as  time  increases.  Then  the  surface 
concentration  starts  to  drop  and  the  diffusion  layer  thickness 
stays  at  about  the  same  value.  This  is  shown  in  Figure  30. 
Table  4  snows  the  diffusion  layer  thickness  for  the  diffusion 
of  OH"  ions  as  a  function  of  time.  In  Table  4,  one  can 
see  that  the  diffusion  layer  thickness  stops  increasing  as  a 
result  of  the  decreasing  surface  concentration  of  Oh’"  ion. 

+2 

The  Cd  concentration  profiles  are  shown  in  Figure  29 > 
As  the  profiles  indicate,  for  each  specific  time,  when  the 
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Table  2:  Diffusion  Thickness  as  a  Function  of  Time 
for  the  Case  of  Solution  Containing  No 
Cadmium  Ion.  The  Applied  Cverpoten'ial  is 
-0.40V.  The  Nitrate-Ion  Bulk  Concentration 
is  Q.005M. 


Time  (sec) 


0.1235  X  10 


-5 


0.6121  X 10 


-5 


0.1758  X10 


-4 


0.3572  *10 


-4 


0.1033  XlO 


-3 


0.4737  XlO"3 


0.1258  XlO 


-2 


0.7417  XlO' 


0.3946  XlO 


-1 


0.7032  *10 


-1 


Diffusion  Thickness( cm) 


0.25  XlO 


-4 


0.45  X10"4 


0.80  X 10 


— 


0.15  x 10 


0.25  x 10 


-3 


0.50  x 10"3 


0.80  XlO' 


0.20  XlO 


1  o-2 


0.45  X 10 


-2 


0.60  X 10 


-2 
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Table  3:  Diffusion  Thickness  as  a  Function  of  Time 
for  the  Case  of  Solution  Containing  No 
Cadmium  Ion.  The  Applied  Overpotential  Is 
-0.60V.  The  Nitrate-Ion  Bulk  Concentration 
Is  0.005M. 


Time  (sec) 


0.1313  XI Q'5 


0.4982  X 10 


-b 


0.1642  X10 


zir 


0.3318  XlO' 


0.1298  Xl0~3 


0.4407  Xio"3 


0.1258  X10 


-2 


0.8718  X10 


-2 


0.3229  X10 


-1 


0.7004  X 10' 


Diffusion  Thickness  (cm) 


0.25X10 


-4 


0,40  X 10 


0.70  x 10' 


0.10  x 10' 


0.25  xio' 


0.45  XIO"3 


0.75  Xio"3 


0.25  Xio 


-2 


0.45  XIO' 


0.65  Xio 


-2 
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30 i  Concentration  Profiles  of  Hydroxy  Ion  When  the  Surface 
Concentration  of  Hydroxy  Ion  Starts  to  Drop. 
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Table  4;  Diffusion  Thickness  of  0K~  Ion  as  a  Function 
of  Time  for  the  Case  of  Solution  Containing 
Cadmium  Ions.  The  Applied  Overpotential  Is 
-0.40V.  The  Nitrate-Ion  Bulk  Concentration  Is 
0.005M.  The  Cadmium-Ion  Bulk  Concentration  Is 
0.0025M. 


Time  (sec) 

Diffusion  Thickness ( cm) 

0.1236  XIO'3 

0.25  X10~4 

0.6128  X10" 5 

0.45  XIO'4 

0.1798  XIO-4 

0.80  XIO-4 

0.3513  xio"4 

0.15  X10"3 

0.1017  X io~3 

0.25  xio-3 

0.4856  X 10'3 

0.50  X 10'3 

0.1148  XIO-2 

0.70  XIO-3 

1  0.8811  XIO-2 

0.85  X10~J 

0.4 050  X 10"1 

0.85  xio'3 

0.7031  XlO-1 

0.35  X 10'3 
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concentration  near  the  electrode  is  greater  than  the  bulk 

+2 

concentration  of  Cd  ,  its  value  versus  distance  from  the 
electrode  decreases  slowly  in  the  beginning,  then  faster,  and 
more  slowly  again  before  finally  reaching  its  bulk  value.  At 
the  time  when  the  concentration  values  near  the  electrode 
surface  are  still  larger  than  the  bulk  concentration,  the 
concentration  decreases  to  some  minimum  value  at  some  distance 
from  the  electrode  surface  and  then  increases  until  it  reaches 
the  bulk  value.  The  location  of  the  minimum  concentration 
point  moves  toward  the  electrode  surface  as  time  increases. 

At  sufficiently  long  time,  the  minimum  point  finally  reaches 
the  electrode  surface. 

7 . 3  Conclusions 


The  transport  model  for  the  electrode  kinetics  and  the 
homogeneous  reaction  presented  previously  has  already  explained 
very  successfully  the  characterestics  of  the  current  density  as 
a  function  of  time  for  both  the  case  of  solution  containing 
cadmium  ion  and  that  without  cadmium  ion.  This  model  was  then 
used  to  simulate  the  concentration  profiles  for  various  ions 
involved  in  the  reactions.  The  behavior  of  the  various  ions  on 
the  electrode  surface  and  in  the  solution  was  obtained.  The  ii 
fusion  processes  were  also  known  after  examining  these  concen¬ 
tration  profiles  carefully.  These  can  be  summarised  as  follows 


1.  The  current  density  decays  with  time  after  a  double-layer 
charging.  The  time  for  this  charging  is  so  short  that  we 
can  not  observe  it  by  the  experiment.  The  decay  for  she 
current  density  is  a  result  of  the  depletion  of  the  nitrate 
ions  on  the  electrode  surface. 

2.  The  current  density  for  the  case  of  a  solution  containing 
cadmium  ions  is  greater  than  that  for  the  case  of  solution 
containing  no  cadmium  ion.  This  is  because  the  precipitaticr 
of  Cd(CH)2  promotes  the  electrochemical  reaction  or.  the  elect 
rode  surface  by  consuming  OK”  generated  in  this  reaction. 

3.  The  current  density  depends  on  the  bulk  concentration  of 


nitrate  ions  and  the  applied  overpotential.  Increasing 
the  NO^-  bulk  concentration  or  the  applied  overpotential 
will  increase  the  current  density. 

4.  The  applied  overpotential  is  one  of  the  factors  which 
changes  the  reaction  rate  of  the  electrochemical  reaction 
on  the  electrode  surface.  Increasing  the  applied  over¬ 
potential  will  increase  the  overall  reaction  rate. 

5.  For  the  case  of  solution  containing  no  cadmium  ion,  the 
surface  concentration  of  N0^~  decreases  as  time  increases 
while  the  surface  concentration  of  OH"  increases  as  mime 
increases.  This  is  because  NC^“  ions  are  consumed  to  produce 
the  OH-  ions  during  the  electrochemical  reaction  on  the 
electrode  surface. 

6.  For  the  case  of  solution  containing  cadmium  ion,  the 

surface  concentration  of  icn  also  decreases.  The 

decreasing  rate  is,  however,  faster  than  chat  for  the  c--- 
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oi'  solution  containing  no  cadmium  ion.  The  surface 
concentration  of  OH  ion  increases  in  the  beginning  arc 
reaches  a  maximum.  When  the  production  rate  of  CH~  due  to 
the  electrochemical  reaction  is  less  than  the  consumption 
rate  of  0H“  due  to  the  precipitation  reaction,  the  surface 
concentration  of  CH_  starts  to  decrease.  To  maintain  elec- 
troneutrality ,  the  surface  concentration  of  Cdr^  ions  v/iil 
exceed  its  bulk  value  and  then  decrease  to  the  value  lower 
than  its  bulk  value. 

7.  The  diffusion  processes  for  the  case  of  solution  containing 
no  cadmium  ion  is  that  the  nitrate  ions  diffuse  from  the 
bulk  solution  toward  the  electrode  surface  while  the 
hydroxy  ions  diffuse  in  the  opposite  direction. 

8.  For  the  case  of  solution  containing  cadmium  ions,  the 
diffusion  directions  for  both  the  nitrate  ions  and  hydroxy 
ions  are  the  same  as  that  for  the  case  of  solution  containing 
no  cadmium  ion.  However,  the  cadmium  ions  diffuse  toward 
the  bulk  solution  in  the  beginning  and  then  finally  change 
direction  toward  the  electrode  surface. 

7  •  4  Recommendation  far  Future  Works 

Although  the  model  has  successfully  explained  the  cases 
of  -0.407  and  -O.cQV,  it  is  not  likely  valid  for  the  case  cf 
-0 .  oC 7  due  to  the  unexpected  characcerescics  cf  the  ourrer.t- 
de.nsity-vs . -time  curves  and  the  comparison  of  the  current 


density  with  the  limiting  case.  V/hen  the  applied  cverpoter.tial 
is  as  high  as  -0.80V,  the  reaction  mechanisms  and  electrode 
behavior  should  be  identified  by  doing  some  further  experiments 
Furthermore,  the  current-density-vs . -time  data  at  -C.60V  applie 
overpotential  for  the  case  of  solution  containing  cadmium  ions 
is  not  available  yet.  It  can  be  obtained  by  repeating  the 
experimental  work  we  decribed  before.  Once  the  data  is  obtained 
the  model  can  be  used  for  comparison  with  the  experimental 
data. 


Finally,  the  configuration  of  the  electrode  in  the 
impregnation  process  is  not  as  simple  as  we  have  used  in  derivi 
the  model.  It  is,  in  fact,  a  porous  electrode  in  the  real 
case.  If  a  micro-porous  electrode  is  possible  to  obtain, 
the  experiment  can  be  repeated  to  obtain  the  current-density- 
vs. -time  data.  Cnee  the  data  are  available,  the  transport 
processes  can  be  examined  for  the  condition  of  porous  electrode 
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APPENDIX  A.  1 


THE  "BASIC"  MAIN  PROGRAM  USED  IN  EXPERIMENTAL  WORKS 
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oo 

35 

60 


13  FEN'* 

13  REM* 

_0  i-'EN*  iHIi  I S  THE  £:AS I C  PROGRAM  USED  IN  THE  C UFF.EHT  MS 
E3  P.EM*  TIME  TRANS  I EHT  EXP'ER  I MEHT .  THE  "MUG"  IN  STATEMENT 
30  REM*  260  IS  A  SAMPLING  SUBROUTINE  URITTEN  IN  ASSEMELV 
3S  REM*  LANGUAGE .  WHEN  "MUG"  IS  EXECUTED-  THE  CPU  STARTS  TO 
40  F‘EM*  SAMPLE  THE  CURRENT  OUTPUT  AT  EUER.Y  CONSTANT  T I  ME 
43  REM*  INTERNAL.  THE  ANALOG  SIGNAL  IS  IMMEDIATELY  CONCERTED 
REM-*1  INTO  A  DIGITAL  DATA  BY  A  ID  EOT  ADC  AND  THEN  STORED 
HEM*  IN  i HE  MEMORY .  NHEN  THE  NUMBER  UP  TIMES  IT  SAMPLES 
R:EM*  REACHES  A  PRESET  UALUE .•  THE  SAMPLING  ROUTINE  IS 


K'i 

REM* 

DECIMAL 

NUMBERS  AND  PRINTED  OUT  o'/  A  LINE 

PR  I N  i  ER' 

r;. 

REM* 

THE  UR 

R  IPlELES  USED  IN  TH I S  RR'OGRAM  ARE 

7*0 

REM* 

72 

REM* 

x  •  o  > 

=|.  LUO SET  i  ING 

r  4 

REM* 

•  •  x  ■’ 

=SAMPLINU  TIME  I iN  i  - H1 -'hL  vN  MIgR'US 

ECONO 

“*  «s 

REM* 

>  ‘ .  2  •' 

=UHANNZL  NUMBER  UHERZ  THE  CUP.  RENT 

x  Z‘ 

r  'Zf 

REM* 

SAMPLED  FROM 

so 

REM  * 

M 

=NUMZ ZR  OF  POINTS  TO  GE  SAMPLED 

•  -■2 

REM* 

THE  AR 

GUMENTS  IN  "MUG"  SUBROUTINE  ARE 

94 

REM* 

96 

REM* 

IF  S 

— 0  THEN  EXECUTE  TEST  P ROGRArl 

•Z’Zf 

REM* 

IF  S 

— 1  THEN  GO  TO  MUGGER 

90 

REM* 

N=NI. 

MBER  OF  UALUES  PASSED  IN  ARRAY  X*:. 

0  1 

92 

REM* 

M=NL 

MBER  OF  UALUES  TO  BE  RETURNED  1 M4 

r  7  7nY  ‘v 

i 

REM* 

xco  > 

IS  THE  INPUT  ARRAY 

94 

REM* 

uxo 

IS  THE  INPUT  ARRAY 

96 

REM* 

V  u  >3  > 

IS  THE  OUTPUT  CURRENT  ARRAY 

97 

REM* 

.30 

REM* 

9’? 

REM* 

*•.  t . .-..T 

1  TO  CGf  <F  I G 1  SCREE!  -i  1 

1 3u  D I M  '■  1 0 .•  V 3000  >  >  Z 3000'  '*  .•  C  300  1  .■  T 1  30* 
1  ?0  S— 0 
GOO  N=3 
CO  1  REM* 


coc 

REM* 

204 

PEM*****  INPUT 

Z-:  nTn  r..{Nv..r-.v 

.203 

REM* 

206 

REM* 

2  i  0 

PRINT  "CLOCK  SET . 

'  "iriMPL I Nu  ;.;s  . NT  w.' '  :.*u" 

220 

INPUT  NX  0  >  •  X 1 

2-0 

■  ~  In  "uhannel  iNUi 

'iB'ER  ■  "  •  'NUMBER'  OF  NO  1.7  S  •  "  'S 

230 

INP  UT  X1  2.>  ■  M..  F 

■231 

PEM* 

02 


4—  ! 

234 

CFLL  7HE  MUG  SUBROUTINE  PND  STFiR."  70  SniMPLt.  **** 

233 

REM* 

236 

REM* 

2  60 

ooit.mug. 

S  >  H  .•  k  0  '>  .■  M  .•  V  0  ’>  l1 

261 

REM* 

REM* 

264 

REM*»«**  C 

ONUERT  7HE  CURRENT  DfiTri  IH7G  DcCIMFL  NUMBERS  <••**•♦ 

263 

REM* 

REM* 

«2 »  'J 

FOR  1=073 

M- 1 

•x-CnJ 

Zv  i  a 

.>-15  >  •••'  1 6-'2040 

200 

next  i 

REM* 

FEH-*: 

300 

c  liri-i: **-r- 

CONNECT  7HE  CGMPU7ER  70  THE  LINE  PR  I H7ER  **** 

302 

REM**** 

D I '  •  Il’IlL-'  THio.  L-'JkRE/hT  3  /  THE  2.' n  FiiCc  r  >F  Ln  *.•  t 

304 

’’■'EM**** 

-J .  0 1 3  UM2  7 O'  OcUUME  THE  CURRENT  HENSirv  ***•«• 

303 

REM**** 

r  r  iNi  UuRfc.Ni  Oe.NO  I  i  V  71  ME  D'RiTnl 

306 

REM* 

307 

REM 

310 

CONFIG 77 

320 

PRIH7  7nB 

13-'  ••  "  i  I ME"  •  7 ,-iB o 43 -• ..  " CURRENT  DENS I 77" 

330 

PRINT  7 Fit' 

loU1  >  "  SEC  > "  .•  7no‘:.  560 ..  " FiMP-  0-M2  >  " 

340 

FRIN7 i FR I 

NT 

330 

FOR  1=1  - 

J,  i  2-' 

3c0 

t.' t>=k\  ie 

J;t:  T 

370 

C-:  I  '=-2v  I 

- 1  >  O' .  1  •  0.  0 i  3 

360 

FRIN7  7FiE: 

•.  1 3'1 ..  7*  I  >  .■  77B  30<  .•  C <  I  > 

3  ?0 

next  i 

400 

FOR'  1  =  1  7 

3  M-  20'-  1 

410 

7 1  I  .'=►:'  10 

TO  -1 0G»  »• IQ*  I  > 

420 

C  I  "—-31  2 

*»' '  r"  *  1  1  "i“  v o'  •  »  i  _■ 

430 

PRINT  7 FE 

■  *-*  •  .«  i  ■  -  •  i  r  .L»  •  ~  VJ .  .•  x 

440 

NE: '7  I 

430 

END 

APPENDIX  A. 2 

THE  ASSEMBLY  SUBROUTINE  "MUG"  USED  IN  THE  MAIN  PROGRAM 


Address  Contents  Instructions  Comments 
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ov-v 


Contents  Instructions  Coiiiinent: 


0 C9  RCT  Return  to  main  program 


APPENDIX  3 

LISTING  OF  EXPERIMENTAL  DATA 


f I.  iT, 


110 


:a  cue 


3.3  Curran* -Density- vs .  -Tine  Tata  for  the  Case  of 
Solution  Containing  Ho  Cadmium  Ion.  .titrate- 
Ion  3ulk  Concentration*  O.QCfM,  Initial  pH=  3.0, 
Aoplied  Overpotential*  -0.30V,  Rest  Potential 
=*  -0.35^. 


CCS 


112 


Table  3. 


Oj.it  ent-lens  i~y- vs 


Solution  Containing  ': 


-me  -a:a  :or  ~r.e 
o  Cadmium  Ion.  :iitr 
Ion  Bulk  Concentration5  0.C025M*  Initial  pH=3.C, 
Applied  0verootential=-0 . 6CV,  Rest  Potential 
=*-0.35^. 


CiJ 


113 


m  I  ’  Pi  P 
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■a-le  3.9  Currenf-Ser.sity-ys  .-Title  Tata  far  tr.e  rase  of 
Solution  Containing  O'o  Cadoiiun  Ion.  j’itrat 
Ion  Bulk  Concentration3  C.CC125M,  Initial 
Applied  Overootential3  -O.cCV,  p.est  Potential 
=  -0.354V. 


CURRENT  Per  15 1 T’ 

•  rtf'lp  CM2 


.  000 1 
.  0002 
.  0003 
.  0004 
.  0003 
.  0006 


.  0007 


.  ootty 
.  000'? 


•n 

3 
3 
3 
3 

.  00 1 3 
.0016 
.  00 1 7 
.  00 1 6 
.001'? 


164.043 
141.976 
123.  l'?6 
1 1 1 . 1 37 
102. 336 


Ktt-1  ,• 


.  004 

36 . 3 1 1 2 

.  006 

30 . 4i36' 

.  006: 

25.'?  164 

.01 

22. 9116 

.012 

1 1 . 0336 

.014 

i'r.  1536 

.016 

16.4043 

.  0 1 5 

17.2776 

.  02 

16.5263 

•  0 77*=;  -■ 

! 


•'ll  a. 
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Table  3.12  Background  Current  Density  of  Water.  Initial 
pK=  3.0,  Applied  Overpotential3  -0.90V,  Rest 
Potential3  -0.35^. 


.  0007 

47. 7013 

.  0003 

43.9433 

.  0009 

41.316 

.  00 1 

33.6363 

.0011 

37 . 1 344 

.0012 

3<=;  ^,32 

.  00 1 3 

34 . 1 796 

.  00 1 4 

33.4234 

.0013 

32.3016 

.  OO 1 6 

31.3304 

.  00 1 7 

30 . 7992 

.  00 1 3 

30 . 043 

.  OO  1 9 

29. 6724 

.  002 

23.9212 

.  004 

22.536 

.  006 

19. 9063 

.  003 

13.0233 

.01* 

16.3263 

.012 

15.3996 

.014 

14.6433 

.016 

13.3972 

.013 

13.5216 

.  02 

12.7703 

.  022 

12. 3947 

.  024 

11. *436 

.  026 

1 1 . 6436 

.  023 

10.3923 

.  03 

1 0 . 3923 

. 

10.5167 

.  034 

10.5167 

.  036 

9. 76361 

.  033 

9.  76.561 

.04 

9.  39 

cl  O 
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Ta'cie  3.16  Current-Density-v; 


■  Jine 


:  o: 


L3e  or 


Solution  Containing  Cadmium  Ions.  Niorace- 
lon  Bulk  Concentration =  0 .0023M(  _  Cadmi 
Bulk  Concentration*  0.00125M,  Initial 

Applied  Overpotential =  -Q.4CV,  Has*  ?o - 

=  -0.35^V. 


■JS  P.P 


O 
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Taels  3.19  Currer.t-Der.sity-vs  .  -T 

Solution  Containing  Cadniun 


ata  dor  ~he  Cass  ci 
ns.  Nitrate- 
Ion  Sulk  Concentration3  0  .  C  G 1 2  5  NI ,  Cadmium- 1  cr. 
Sulk  Concentration3  O.COO625M,  Initial  ?K=.3.0, 
Apolied  Overrotential=  -O.^OV,  Rest  potential 
=  -0.35^V. 


t-i 


Bulk  Cone sn trailer.  =  0. 00625'*!,  Initial  prl= 
Applied  Overootential=  -0.807,  Rest  Potential 
=' -0.354V. 


•V^j  M 
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The  method  of  weighted  residuals,  KWR,  is  a  general 
method  for  obtaining  solutions  to  equations  of  change,  in 
our  case,  Fick's  second  law.  In  the  MWR ,  one  assumes  a  trial 
function,  usually  a  set  of  weighted  polynomials , substitutes 
this  trial  function  into  the  differential  equation  and  then 
selects  the  coefficients  of  the  polynomial  terms  by  specify¬ 
ing  that  the  residual  be  zero,  on  the  average,  at  certain 
points.  If  one  evaluates  the  differential  equation  at  the 
zeros  of  an  orthogonal  polynomial ,  the  residual  will  of 
necessity  be  exactly  zero  at  these  collocation  points.  3y 
increasing  the  number  of  collocation  points,  the  trial 
function  would  satisfy  the  differential  equation  at  more  and 
more  points^ 1 ^ . 


(1)  3. A.  Finlayson  £  Richard  Bellman  (Id,),  'mathematics 

in  Science  and  Engineering’,  Vol.  8?,  Academic  Press, 
New  York,  1972,  pp  9 . 
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with  the  boundary  conditions  of  the  form 

y(o,t)=g(t)  (3) 

y ( 1 , t  )=h( t )  (4) 

and  initial  condition  such  as 

y(x,0 )=p(x)  (5) 

For  a  mass  transfer  problem  D  would  be  a  dimension¬ 
less  diffusion  coefficient  and  f(y)  would  be  homogeneous 
reaction  term.  Geometric  considerations  indicate  that 

o£  =  £3=0  and  mathematical  considerations  indicate  that  a 

( 2 ) 

suitable  but  not  unique  trial  function  isv  ' 

N 

y(xft)a(l-x)y(0,t)+xy(l,t)+x(l-x)ZIai(t)P.  .(x)  (6) 

d"  1 

The  ? 4  1  of  equation  (6)  refers  to  one  member  of  a 
0  **  x 

complete  set  of  polynomials.  Table  0.1  lists  some  Legendr 
polynomials ,  the  special  case  of  equation  (1)  -where  ot  =  3 
ar.d  their  roots  .  Note  that  a  Legendre  polynomial  of  degr 
has  N  real,  distinct  roots  or.  the  interval  0<x<  1. 


\Z)  z.k.  Finlay  son  -  Richard  Bellman  'Ed 
in  Science  and  Engineering' ,  V ol,  37, 
New  York,  1971,  pp  105 ■ 


'Mathematics 
idenic  Press, 
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TA3LZ  C.  1 


Legendre  Polynomial  and  Their 


r*.oots 


(3) 


fl 

PM  - 1 

Roots  of  P.. 

iN  ■ 

1 

-l+2x 

0.500000000 

2 

l-6x+6x2 

0.211324865 

0.788675135 

3 

-l+12x-30x2+20x3 

0.112701665 

0.500000000 

0.887298335 

4 

1-20x+90x2-140x3+70x4 

0.069431844 

0.330009478 

0.669990522 

0.930568156 

(3)  John  Villadsen,  'Selected  Approximation  Method  for 
Chemical  Engineering  Problems',  Reproset,  Copenhagen, 
Denmark,  1970,  pp  A3  and  A4. 
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I x  is  evident  that  regardless  of  the  value  of  N  cho¬ 
sen  one  can  always  rewrite  eqn.(6)  in  the  general  form 

M  +  2 

y(x,t)»y  xJ"1b,(t)  (?) 

*-  '  ~  O 

<j  =  i 

One  could  at  this  point,  as  is  normally  the  case  in 

using  MWR,  obtain  the  coefficients  b-(t)  by  substitution  of 

j 

eqn.(?)  in  the  differential  equation  whose  solution  is  de¬ 
sired.  However,  the  computer  programming  is  greatly  simpli¬ 
fied  when  they  are  written  in  terms  of  the  solution  of  the 
differential  equation  at  the  collocation  points,  y(x. ,t) 
where  i  =  i , 2 , 3 •  • .N+2 ,  and  each  x,  is  one  of  the  N  roots  of 
the  polynomial  or  one  of  the  two  boundary  values.  So  in 
terms  of  the  N+2  collocation  points  we  may  write: 

y(x, ,t)=  V xP_1b  .(t)  (8) 

U 

JS' 

We  now  have  an  approximating  polynomial  function  which 
we  will  force  to  fit  our  partial  differential  eqn.(2)  at 
the  N+2  collocation  points  (i.e.  cnoose  the  b,(t)  so  that 

J 

our  partial  differential  equation  is  satisfied).  In  order 
to  do  this  we  will  need  both  the  first  and  second  derivatives 
witn  respect  to  x.  These  derivatives  can  be  calculated  ex¬ 
plicitly  in  terms  of  x  since  we  have  already  defined  the 
dependence  of  y  upon  the  spatial  coordinate ,  ecr. .(  o ;  and  (8). 

It  is  easily  seen  that  if  one  considers  ail  the  co- 


1 3^ 


liocation  points,  x^,  equation  (5)  represents  one  xen'cer  o 
a  set  of  equations: 


N+2 

y(x1 , t)  =  y~ xj~1o j( t)  (9) 

]=' 


Cne  can  see  that  the  left-hand  side  is  a  vector  of 

the  trial  solution  evaluated  at  the  collocation  points. 

•  « 

Since  the  term  involving  depends  on  both  i  and  a 

matrix  will  represent  this  term.  The  b;(t)  will  naturally 

O 

be  a  vector.  If  we  let  a  single  bar  represent  a  vector  and 
a  double  bar  a  matrix,  then  the  set  of  ears.  (9)  through!,'!! 
can  be  'written  as  one  equation  in  this  simplified  notation 

y  ( t / =Q • b( t )  v-2./ 

where  Q. 

^  •  o 

The  first  and  second  derivatives  with  respect  to  x 
may  then  be  obtained  from  equation  (12): 
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— 

dx“ 


(1*0 


where  C 


dxJ_1  i  ,  d2xJ_1  I 

.  •=  — —  ;  and  D  •  , - = — 

1,0  dX  |xi  1,0  dx4  jx. 


it  is  now  simple  to  soive  lor  o^tj  tne  vector  ox  o ..  (t; 

xJ 

coefficients,  since  simple  rules  of  matrix  algebra  apply  in 
this  notation.  Equation  (12)  yields 


b  ( t )  =  Q  "  y  ( t ) 


Substituting  this  into  eqns.(13)  and (14)  gives 


dy(_ 


dx 


Q'x  y(t)=  A  y(t) 


( 15) 


b  y  (  V  )  -  -V  .-1  _  1  ,,  (  M.  \  _  p  .  -  (  —  ; 

dxc 


(16) 


where  A=  C  Q-1  and  3=  D  Q-^  or  in  terms  of  the  i-th  collo¬ 
cation  point,  after  some  simple  matrix  multiplication, 


dy ( x ,  t )  _ 


rt*2 


dx 


=  y  :  i  y  V  x  . ,  t ) 


1 J 


,2.  - . 

-  ' K  =  T“ a  --,-c 

.4  >  “i,J 


dx 


J=l 
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One  can  therefore  express  the  spatial  derivatives  in 
terms  of  the  trial  function  at  the  .'i+2  collocation  points  . 

Equation  (16)  can  be  directly  applied  tc  some  diffu¬ 
sion  process  such  as  that  described  by  ecns.(2)  through  (5). 
Equation  (2)  becomes 


dy  ( t )  _ 
dt 


f(y( t) ) 


(19) 


where  the  vector  dy(t)/bt  represents  the  set  of  time  deri¬ 
vatives  at  the  Nr2  collocation  points,  be  note  that  there 
is  no  explicit  spatial  (x)  dependence  in  eqn.(l?).  3y  assum¬ 
ing  an  explicit  polynomial  in  x,  eqn.(6),  and  evaluating  it 
at  specific  values,  the  collocation  points,  the  problem  is 
reduced  from  a  partial  differential  equation  with  two  inde¬ 
pendent  variables  to  a  set  of  ordinary  differential  equa¬ 
tions  . 


One  can  expand  eqn.(19)  into  its  separate  members  to 
solve  the  problem.  For  the  i-th  collocation  point  we  can 
■write,  according  to  eqr..(l9), 


for 


1  »  ^  »  3  I  •  •  '’"2  . 


13? 


t 

i 

i 


i 


One  now  considers  the  conditions  at  the  boundaries 
x^=0  and  x^^l.  Since  these  values  are  known  from  the 
original  problem  i.e.  eqns.(3)  and  (4)  one  can  subtituxe 
the  boundary  conditions  in  eqn.(20)  to  obtain 


d7dt’  ~  =  kLBi,l*s(t)"  3i,N-2*h(t)' 


Pi,jy(xj*t)]"  f(y(xi’t)} 

Ja| 


for  i  =  2,3,4. ,.N+1. 


One  should  note  that  g(t)  and  h(t)  are  included  so 
that  the  boundary  conditions  may  be  time  dependent  in  which 
case  g(t)  and  h(t)  would  be  known  or  easily  obtained.  The 
diffusion  problem  has  been  transformed  into  a  sex  of  N 
simultaneous  first  order  ordinary  differential  equaxions 
in  unknowns  with  initial  conditions  and  can  be  solved 
numerically  by  a  number  of  standard  methods  on  a  compuxer. 

Evaluation  of  the  current  at  an  electrode,  i=  n?AD|^-!  , 

Sx  jx=0 

can  be  o'oxained  directly  from  eqn.(17)  once  the  concentra¬ 
tion  profile  is  obtained. 


I 


APPENDIX  D 


COMPUTER  PROGRAMS  USING  ORTHOGONAL  COLLOCATION  METHC 
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J-***.t*****«*******»*ttA*  *«***************«*?  «*«****4****w*-*«««*** 

¥  'J 

c 

V- 

c 

THIS  PROGRAM  SOLVES  EQUATIONS  (50)  THROUGH  (55)  n'li.i  Tau 

X 

G 

INITIAL  0  0  .i  D  I  TIG  N  S  USING  SPLINE  COLLOCATION  il  ST  h  0  D  FO  A  T  :i  r, 

c 

c 

CASE  OF  THE  EL2CT30L YT  E  CONTAINING  NO  CADdlUd  ION. 

'Z 

-  c 

EQUATION  S  (DO)  AND  (51)  A  HE  DISC&ZTIOED  FI  AST -OR;)  2 R 

c 

c 

OB  D I N  A  3  7  DIFF  EB  ENT  I A  L  EQUATIONS  «HICH  ABE  3OL7E0  BY  AN 

w 

c 

SEdl-IdPLICIT  INTEGRATION  SUBROUTINE  CALLED  DIFSUB  USING 

c 

c 

GEAR'S  ROUTINE.  EQUATIONS  (52)  THROUGH  (53)  ABE  SOLVED 

0* 

SIdULI ANS3U3L  i  BY  A  SUBROUTINE  CALLED  iSYSTd  Nil  ICH  CCdEG 

c 

V- 

FROM  I  ES  4.  SUBROUTINE  PACKAGE  10  OBTAIN  THE  SURFACE 

c 

0 

CONCENTRATION  0:  NITRATE  AND  HYDBJaY  IONS.  EQUATIONS  (5-tj 

c 

J 

AND  (5  5)  ASi  In  SIR  BULK  VALUES.  THE  CO  N  C  E  N  7  Ii  AT  1 0  N  PliOrUEG 

J 

c 

THUS  03TA1NLD  ABE  THEN  USED  TO  CALCULATE  THE  C'JBBENI 

c 

c 

DENSITY  jY  i*  NATION  (5b).  TiiE  CURRE..T  DENSITY  DATA  ARE 

G 

L 

THEN  USED  TO  FIT  rilTH  THE  E  IP  £3  Id  ENT  AL  DATA  TO  IDENTIFY 

G 

G 

IHE  CATHODIC  AND  ANODIC  REACTION  RATE  CONSTANTS  0?  THE 

c 

r* 

SURFACE  REACTION. 

<w. 

c 

V. 

c 

-  NO d EH CL A. USE  - 

c 

>>- 

n.c=  number  of  points  in  x  direction. 

v- 

,t 

N=  N UdB  2R  Or'  INTERIOR  COLLOCATION  POINTS. 

C 

r* 

NT3 NUMBER  OF  TOTAL  COLLOCATION  POINTS  INCLUDING  TNJ 

c 

c 

JCUtJOfioLl  Z »J  x  N  T  S  • 

n 

v- 

1(1,1)  ,  Y  ( 1  ,  L)  /...'£  ( 1  ,  K)  =CONCENTRA  TIONS  OF  NITRATE  ION  AT 

C 

r 

s  interior  collocation  points. 

c 

v» 

Y  ( 1  , N* 1 )  ,1 ( 1 , a* 2) , . . -Y  (1 , 2*N)  =CONCEN  TB A TIONS  OF  H  YDRO At 

c 

c 

ION  AT  N  INTERIOR  COLLOCATION 

c 

0 

POINTS. 

N- 

c 

Cl  (1)  ,01  (2)  ,..d  (NX)  CONCENTRATION  OF  NITRATE  ION  AT  EACH 

c 

0 

POINT  IN  X  DIRECTION. 

c 

w 

C2  (  1)  ,L2  (I)  ,  .  .02  (NX)  CONCENTRATION  OF  H  YDROXY  ION  AT  tAO.i 

c 

c 

POTNT  IN  I  DIRECTION. 

c 

\  z 

X S  ( 1 )  3  3U R  F.iC  r.  CONCENTRATION  OF  NITRATE  tON. 

c 

C 

XS  (I )  3  SU  R  F  AC  t,  CO  NC  E  N  TB  AT  I  ON  or  HYDROXY  ION. 

G 

!  c 

C 1 3=  BULK  CONCENTRATION  OF  NITRATE  ION. 

G 

t 

02  3=  3li  LX  C  UNO  ENTRATI  CN  OF  HYDACCY  UN. 

c 

D'1AX  =  0  IF  FUSION  THICKNESS,  Cd. 

C 

1 

OS 3  LOC  AT  10  N  jF  THE  SPLINE  POINT,  D  <  05  <  1  . 

c 

1  c 

DO  S  =  aN  Ca  Ed  EN  T  OF  THE  SPLINE  POINT,  EG. 

c 

TI dAI=  dAXUUd  .THE  TC  BE  INTEGRATED,  SEC. 

c 

"* 

OT  Id E=  Tide.  IN  CaEHENT  ,  SEC. 

w 

vj 

T  A  J  HA  a3  0  1 ,1 E  .15  UN  LESS  d.UIdUd  TIdE  U  BE  INTEG3AIED. 

,'3 

J 

A  rt  MU  ^  O  A  1  .1  W 

c 

- . j — j  i M ,i  j  i sj  t«  l  z Zi s  r  :;-:z  i  !ic  i*  z a  z j  i 

G 

z 

A .!  a  —  it  c»  A  w  i*  i.  \j  .i  3 ")  Z  3  C  i1  H  Y  D  3  J  X  t  I G  *« « 

G 

1 

B  -T  \~£  iAOT  :j.i  ur  J"?  OF  NITRATE  ION. 

f 

C  Jo  *,”tl  ii  J  j  «  J  wO  Jo  il  udv,  a  I  0  J  i\  A  i  u  w  J  d  O  a  n'i  .<  a  X  .*  d.i  J  J  i  s. 

J 

Z  A.  il  iw  t  IC  ... 

o 

- 

C  0  1  =  H  i  T  -  R  0  G  -  -i  -0  'J  S  REACTION  RATE  CO.IJTA.tT  IN  CATHJD.C 

"■* 

Z  A  *V  iC  A  iw  4.  « 

C  O-'OUS  RENT  DENSITY,  Ad  P/C  d*  «  z  . 

-i 

- .  • 
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C  THE  DIEFJSION  COEFFICIENTS  ■>:  TSZ  NITRATE  A.<D  HI OROaX 

IONS  ARE  1.S02Z-5  A  N  L  5.  2  60  E-5C3  I/S  EC ,  3  ESP  ZCTI V  E  „  { .  C 

C  O' 

j  *  ■*  turn******  ********  **  *****************************************  *  *C 


IMPLICIT  REAL'S  (A-H,  . 2-3) 

DIMENSION  A  (2  0,10)  ,0  (20  ,20)  ,C  1  (5  0)  ,C2  (60)  ,  C  (2  Oj  ,  I  (8 ,20)  ,  i  /.  A  A  (20)  , 

1  Olr  1  (20)  ,0IE2  (2  0)  ,0  IF 3  (2  0)  , ROOT  (20)  , VZCT  (20)  ,  ERROR  (20)  , 

2  S  A/ 2 (24  ,  20)  ,  ?*  (40  0)  ,  XS  (2)  ,  AX(  1)  ,  WA  (  J)  ,  3AS  (1) 

EXTERNAL  A  J  Xe 

CC.1.1GN/L  1/C  JZE  1 ,  C  j  ZF5 

CO/.jiOci  /L2/C  OEF  2 

C CXX UN /L3/N  ,  N  I 

COM.SGN/L-k/A  ,  5 

CG0/.0N/L5/XS 

COOEO.N  /Lo/C  Of.F  4 

C  U  ail  O  N  /  L  7  / ..  S  I  S  ,  N  E  Z  ,  Z  P 

CO.13  OS  /  Ld/C  02”  3, CONI  ,C  G  N2 , 0  A2  A  ,  J  S  f  A 

co;i::cn/lo/y 

-  INPJ.  DATA  - 


c 


READ  (5,3  10) 
R  EnJ  ( 5 , 3  2  O) 
READ  (5,33  0) 
BEAD  (5,340) 


l'i  0 ,  N,  NO,  N 1  ,  AL ,  3  E,  EPS,  TIE  A  X  ,  IC  ,  DOS 
C1i,C23,  DA  A  X,  DTa/.E,  j(,  OS 
j  A  /j  ,i ,  B  IT  A,  C  C  il  2 ,  CO  N  1 
viSIO,NtE,f.P 


- CALCULATE  SG.1E  CONSTANTS  TO  dZ  USED  IN  INS 


PROSHA/. - 


COEF1  =  (  1.  S  02  0-5)  /  5-  2  b  D  -  5 
COif  2  =  C^,  3/ C  1  5 

COE  F3  = ( 1 ,  J02D-5)  *C1 S/D  UA X/ES 
COE  F4  =  2  .  «  (  1.  9  02D-5)  *C1  3*  8  848  7. /D/.  A  a/OS 
COEF5=1./<,S/Z3 
D a  =  D  A a/ (Na-1) 

DT  AO  =  (  d.  2  o  J  -  5)  *DTI  /E/D  X  A  a/0  .1A  a 
T  A  Oil  AX  =  ( 5 .  2  o  u-5)  *T  IX  AX  /  D.l  A  X/  D.l  AX 
SDTA J= jTA  J 
DETA  =  1 .  /  (NX-1) 

NT=N  *;l  0  +N  1 
N23=2*S 


se:  initial  diuensicn^zss  tin z=o. - 


i'AJ=  0. 


A  .i  0  -UNl:iJ/.  DIXENSlONLESj 
-  j  J  E  0  IN  T . ;  £  I;L-ja.i.  N 

0  T  A  U  .*!  1  = .  0  0  1  *  L I A  U 
DTrtU. 1A =2.0* OTA J 
«  S I T  E  ( u  ,  j  j  0  ) 


■-  0  E  E I «  E  THE  XA.xIXU.l 
, i.J.  d  Inc  Xf.  .i .  . .)  d 

SODdoUTfNw  D.foUS  — 


1 


n  n  r,  n  n  n  n  c,  n  n  r,  n  Ci  n  n  r.  n  n  n 
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- E  V  A  LJ  AT  E  THE  COLLOCATION  POINTS  (BOOTS)  OF  THE 

JACOol  POLYNOMIAL  C?  ORDER  N,  AS  W  ELL  AS  Tel 
FI  a ST  AND  SECOND  DEHI V  AT  IV 25  OF  THE  POLYNOMIAL 
h T  TaE  HOOTS.  - 


CALL  J C 0 0 1 l  N  D , N , NO ,  N 1 , A  L , 3  S ,  D I F 1 , 0 1 F2 , DIF3, HOOT) 

WHITE  (6 ,350)  (HOOT  (J)  ,  J=  1  ,  NT) 

- CALCULATE  THE  DISCRETIZATION  COEFFICIENT  MATH  1 1  A - 

10  =  1 

DO  20  1=1, NT 

CALL  DFOPH  IN D, N , NO ,N 1 ,1, ID, DIF  1 , DIF2, OIF 3,. 1001 , VECI; 

DO  10  U  =  1 , NT 
10  A  (I,  J)  =  7ECT  (J) 

20  CONTINUE 

- CA  LCU  LATE  THE  DISCRETIZATION  COEFFICIENT  udlali  3 - 

ID=2 

DO  4  0  I  =  1  ,  NT 

CALL  D  F  0  ?  «  ( N  D  ,  H  , N0,N1 ,I,ID,DIF1 , DIF2 , DIF3 , HOOT , V  EC.  ) 

DO  30  J= 1 , NT 
30  3 (I, Jj  =  VZCT  (J) 

40  CONTINUE 

-  XNPJT  THE  VALUES  OF  ARGUMENTS  TO  5E  USED  IN  THE 

INTEGRATION  SUBROUTINE  DIFSU3  - 

Mr  =  1 

JSTA  HI =0 
M AID  EE  =  7 
DO  4  5  1=1, N  EH 
7MAX  (I)  =1.  J 
45  CONTINUE 
1  =  0 

-  INPUT  THE  INITIAL  CONDITIOlNS - 

DO  5  0  J  = 1  ,  N 
'i  (1  ,  J  )  =  1  . 

Y  (  1  ,  J  +H)  =COc  F  2 
50  CONTINUE 
XS(  1)  =  1. 

a  j  i2  }  **  vO  .  F  ** 

W H II E ( o , 3*0) 

SO  1 1  ME  =  T  A  U  *  D A*  *  D  U  A  X  /  (5.  2  60-3) 

""  “  —  *■—  "*  ^-.ii*A»JLA»a  rt^iD  P  R  I  N  .  l  1  &  C  J  H  3  c*  N  *.  D  r.  N  a  I T  T  AT  *  ;i  I  j  I  H  a. 

P  a  I N .  THE  CONCENTRATIONS  OF  NITRATE  AND  .iiEROIY  lo  ..a 
t u  THE  NT  COLLOCATION  POINTS — ■ 

CALL  C  J3ZNT  iCD,  A,  Y  ) 
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c 

c; 

c 


t- 


c 

c 

c 

c 


*AxTE  (o,3o0)  TINE  ,CD,  XS  (  1 )  ,  X  j  ( 2 )  ,X*LA(j,IxERH,*..j 
WAITE  (5, 700)  (7  (1,1)  ,  L  =  1  ,  .<  x  A ) 

-  EVauJATE  AMD  PRINT  I  ME  CO ft C EM  T  EAT I CMS  Or 

^HRATE  AMD  HYD30X7  IONS  AT  EACH  POINT 
IN  X  DIRECTION  AT  THIS  TIME - 

CALI  CONEEN (C 1,C2, NX  ,N  D  ,D  ET  A,  ROOT,  DIF  1 , Y) 

WRITE  (6, 230;  (Cl  (  J)  ,0  =  1,  NX) 

WRITE  (6,2 -jJ)  (C  2  ( J)  ,  J  =  1 ,  N  X) 

-  CHECK  IE  THE  INTEGRA! ION  TIME  AT  THIS  MOMENT  AEACnZS 

THE  MAXMIUM  TIME  TO  13  E  INTEGRATED - 

IF  (TAU.GE.  TAD  MAX)  GO  TO  1  nO 
85  1=1*  1 

IF  (I .  E  J.  1 )  Gu  TO  9  0 


C 

C 


TEST  IF  THE  CO NC2 NT RA TI ON  G?  NITRATE  ION  AT  THE  NTH 
COLLOCATION  POINT,  IE,  THE  LAST  ONE  BEFORE  THE  SPLINE 
POINT  IS  WITHIN  O-OGOI  DxMENS ION  LESS  CONCENTRATION 
JNif  0?  THE  BOUNDARY  CONDITION.  - 


C 

C 

c 


IF  ( (  1. -Y  (  1,  J)  )  .  LT.  0.  0001)  30  TO  30 

-  IF  THE  TEST  FAILS,  THE  SPLINE  POINT  *3  INCREASED, 

MOVED  FURTHER  INTO  THE  SOLJTION. - 

CALL  CHANGE{IS, DZ5, CO  EF3,CuE~4,COZF5, FACTOR , 0  T  A  J , D T A  J MI , 
1  J  STAR!) 


0  .  A  J  *’J  n  , 


EVALUATE  THE  CONCENTRATIONS  OF  NITSATi  AND  HYDRJaY 
I D  N  S  AT  T  He  CO  L  LOC  ATI-/  N  PO I  N  T  S  A I  T  H  x  N  aW  COO  AD  IN  a  T  E 
DJx  TO  THE  INCREASE  0?  THE  SPLINE  POINT.  - 


C 

CALL  21? AH  D  (7,5001, DIF  1, FACT JR, NO) 

C 

C  - INTEGRATE  EQUATIONS  (50)  AND  i  3 1 )  USING  THE  CJNCE'i  T3  ATIu 

C  a*  Tnr.  wOL  M0  CATxON  ?  0  x  N  .  S  AT  THIS  TI.lx  TO  0  &  T  a  x  »*  THE 

C  CONCENTRATIONS  AT  THE  SUCCESSIVE  II 'E  - 


9u 


CAL*.  D  IF  S  J  i.  { ft  SR  ,  T  A  U,  Y,  S  A  VE  ,  DT  A  J  ,  DT  AUM  I  ,  D T  A  J  M  A 
x  3  3  0  5  ,  X  F  LA  G  ,  G  S  T  A  R  T  ,  M  A  X  D  E  3  ,  ?  *i ) 

IF  (XFLAG.  LT.  1)  G  C  TO  190 
x*  rtU  1»=. JO  1  *  0 T  A  J 
JT  A  U  M  A  =  2  .  J  *  0 1 A  U 
*F  (*•  Gy.  *)  jO  TO  9  3 

IF  U  (1  ,  1 )  .0  1.  1  ..  OP  .  Y  (1,2)  .or.  1 - .3.  Y  (  1,3)  .01. 


?  j  ,  3  r  /  .  M  rt  ■*  , 


•  Oft.i^»#xj  .  ,  x  •  i  . 


n  n  o  o  r  i 


lij-2 


1  .3&.3Au5('i  (1,5)-1-).uP.0.J304)  Go  TO  90 

GO  TO  93 
9  3  M1=I/IC 
M2=M  1*10 

IF  (I.  E  .12.  Oi.  TAU.  GE.TAUKAX)  GO  TO  95 
GO  TO  65 

- CALCULATE  THE  SURFACE  CONCENT  RATIONS - 

95  XX (1) =  Y  ( 1,  1) 

ITSa  N=  50  0 

CALL  LSTSTM  ( A U X2 , S P, NS  13,  SEA,  XX  ,1  T  ERN  ,  X  A  ,  B  A  R,  102) 

XS  (1)  =  XX  {  1 ) 

XS  (2)  =  -i.  *CJEF1*  (A  {  1,  1)  *XX  (1)  *A(  1,  NT)  *1.0)  /A  (  1  ,  1}  -  A  (  1  ,  NT)  /A  (1  ,1 ) 
1  *CO£P2 

DO  150  J=1,N 

XS  (2)  =  XS  (2)  -  3.  *CCE?1  *A  (  1 ,  J* 1 )  *  {  (  1 ,0;  /  A  (1  ,  1)  -  A  (  1 ,  J+1) 

1  *Y(  1,  J*N)/A{1,  1) 

150  CONTINUE 
GO  TO  60 

190  WH II 3  (4, 240)  DX ,  SDTA  U,  N  X,  DT  AU  ,  DTJ.MS,  DMAX,  AL,  o  5,  ZS , EPS, X FLAG, 

1  E? ,  NS IG 

NciIT E  (o,  2 **5}  BETA,  GAMA  ,00. 91  ,CJN2 

-  FDE.1AT5  FOR  INPUT  AND  OUTPUT  STATEMENTS - 

2  30  FORMAI (/, 25 X, *N03-  \  IX, 9D 1 1.4/3 OX, 9D 1  1.4/30 X,  90  1  1.4/30X,  90  1  1. 4 

1  /3  0X  ,9  01  1. 4/30X ,  9D  1  1  -  4/3 OX,  901  1. 4/ 30 X, ->01  1.4/30X,  90  11.4 

2  /J  OX,  9011.  4/3  OX,  90  1  1. 4/3  OX,  9011. 4/3  OX,  jO  1  1.4/30  a.,  9011.4) 
240  FORMAT  (//.  5X,  •  X  INTERVAL3  1  ,D12.4,32X,  ’  INITIAL  TAU  STEP  Sj.ZE=* 

1  ,  D12.4/5X,  •  NO  OF  POINTS  IN  X  DIP®  <,  13, 2'JX, 

2  'LaST  TAU  STEP  SIZE3  '  ,  0 1 2 . 4/5  X ,  '  RE  AL  TIME  INTERVAL3  ' 

3  , 010. 4, 24 X,  ' DIF U SIGN  LENGTH3  '  , 0 1 0. 4//5 X , ' AL3  ',F7.2,30X, 

4  »BE=  • ,F7. 2,25X,' AS3  ' , F7 . 4//5X, ' EPS3  ',D10.2,27X, 

5  1  K  F  L.kG3  '  ,  I3//52,  '  E?  3  •  ,  01  0 . 2 , 27  X,  •  NS  I G®  •  ,  I  j) 

245  FORMAT (//,5X, 'REACTION  ORDER  G?  NG3-  ION  =',F7.2,25X, 

1  *  a  E  ACT  ION  ORDER  OF  OH-  UN  3  '  ,  F7. 2//5  X ,  •  1  ST  CONSTANT  3  ' 

2  ,j12.4,25X,  '2ND  CONSTANT  =',012.4) 

2  50  FORMAT l/, 25  a, 'OH- ',2  2,901  1. 4/3  OX, 9311. 4/3CX,  90  1  1.4/30X, 90 11.4 

1  /30k,  90  1  1  .  4/3  OX,  90  1  1 .4/3  OX,  901  1 . 4/30  X,  9  0  1  1. 4/  33  X  ,  9  D  11 . 

2  /3CU,9  31  1.  4/30X,  93  1  1.4/3  OX,  90 1  1 . 4/3 0 X, jO  1  1.4/30X,  90  11.4) 
310  FO  S.1  AT  (  4 1 3 , 2F  5.  1 , 2 El  3.  2  ,1 5  ,  Fd.  4 ) 

3  20  FORM  AT  (4012.5,17,  F7.4) 

3  30  FORMAT  UF7.R,  2312.  4) 

3  4  3  FORM  AT (215, 01 2. 4) 

3  5  3  FORMAT  )  1 5 X ,  1  0 F 1 0 . 6 ) 

3  60  FORMAT  (//,  0  1 1  X  ,D  1 2 . 4 , 2  .v  ,2  D->  0.  1  J  5  ,  F2  0 . 7 ) 

37  0  FuR  MAI  (/,2a,oF2J.  6/2  X,  oFJO.  oj 
3  90  FORMAT  (2X, 'CJLLCCATICN  POT.,  IS:  ') 

3  90  FORM  AT  (//,  3  a  ,  '  T 1 .1 E  '  ,  1  2  X  ,  '  C  J  GR  £  N  T '  ,  ■»  5  X  ,  '  10  N  CO  MCE  NT  LAC  U.i  '  ) 

7  00  FORMAT  (3  OX,  1  0  F  1  J  .  5/3  Ja,  TJF1  0.  5) 

STOP 

END 


143 


SUBROUTINE  JC03I  (N  D,  N,  NO,  N  1  ,  AL, 3E,  DI  FI  ,  DIE  2,  JIF3  ,  ROOT) 

I  M  PL  I C 1 1  REA  L  *  B  (  A  -  H ,  0-  2  ) 

DIMENSION  DiF  1  (ND)  ,  D I F2  (ND)  #DI F  j  ^  1«0)  ,  ROOT  (NO) 

SUBROUTINE  EVALUATES  THE  COLLOCATION  POINTS  (SOOTS)  CF  THE 
J  A  CO  31  POLY  NO  ill  AL  OF  ORDER  :i  AS  m  ELL  AS  THE  FI33I,  SECOND 
AH  D  THIR  L)  DEn  IVATIVE2  OF  THE  POi.YHO.iIAL  AT  THE  ROOTS. 

- IN  PUT  PARAMETERS - 

INTEGER  i'i  D=  T  ii  E  DIMES  SIGN  OF  VECTORS  01 F 1 , 3IF2  ,  J I F  3  ,  ROOT. 
INTEGER  N  =  iiiZ  DECREE  0?  THE  JACOBI  POLYNOMIAL,  I .£.,  THE 
NUMBER  OF  INTERIOR  COLLOCATION  POINTS. 

INTEGER  NO  =  D  ECI D  £3  WHETHER  X  =  0  IS  INCLUDED  AS  A  COLLOCATION 
POIimT.  NO  MUST  3  E  SET  E  2  J  A  L  TO  1  (INCLUDING  .(  =  0) 
OR  0  (EXCLUDING  THIS  POINT). 

INTEGER  N 1 =  A S  FOR  NO,  BUT  FOR  THE  POINT  1=1. 

REAL  Au,  3Z=Til  Z  PARAMETERS  OF  THE  JAC03I  POLYNOMIAL. 

-  OUTPUT  PARAMETERS  - 

REAL  ARRAY  EDO T=ONE- DI ME N SI  ON AL  VECTOR  CONTAINING  ON  EXIT 
THE  N*NQ  *  N1  EEROS  OF  THE  POLYNOMIAL  USED 
IN  THE  COLLOCATION  ROUTINE. 

REAL  ARRAY  =  T  HR  E  E  ONE-DIMENSIONAL  VECTORS  CONTAINING 

DIF1.DIF2, DIFs  ON  EXIT  THE  FIRST,  SECOND,  AND  THIRD 

DERIVATIVES  OF  THE  POLYNOMIAL  AT  THE  EEROS. 


;  ********  *  *  *  *  **£ 


C  - FIRST  -VALUATION  0?  COEFFICIENTS  IN  RECURSION  FORMULAS  - 

C  - 3  ECU  A  S 10  N  COEFFICIENTS  ARE  STORED  IN  BIF1  AND  DIF2  - 

C 

A  3= A L* BE 
AD=BE-AL 
A?=3Z*AL 

D 1 F 1  (1)  =  (AD/ (A3*2)  *1 )  /2 
DIF2  (T) =0 

IF  (N  .LT.  2)  GO  TO  15 
DO  12  1=2, N 
-  1=1-1 
-=A3  *2-*-1 

DIF  1  (I)  =  ( A E  *A  D/2/  (2*2)  ♦  1)  /2 
IF  (I.  NE.  2)  GO  TO  1  0 
DIF2  (I)  =  ittj*rt?*21)  /2/2  /  (2*1 ) 
ju  TO  12 
2  =  2*2 

Y=Z1  *  ( A3*  -  1  ) 


10 


c 

c 


1C-4. 


t=i*  (A  P  ♦  I ) 

0x72  (I)  =  i'/~/iL-1) 

12  CO 21  IN J  E 

- - -  D£1  27 I  2A  TI  0  ‘1  3?  32*103  .iCiHOu  '«ir.’i  S'J3?s£5  JI  03 

OF  PLEVIOUSLY  OFT  23  .11  JE  J  aUOTS  - 

15  X=0 

Du  35  1=1,2 
20  .<D=0 
XN=1 
:<D1=0 
X  S 1  =  0 

t/O  2  x  J  =  1  ,  a 

X?=  (Di.F1  (J)  -a)  *X3-CIF2  (J)  *.Cw 

X?1a  (DIF1  iJ)-X)  *X:n-DIF2(J)  *xdi-.c:j 

AD=X2 

ad  i=x:j  i 

X.\  =  XP 

22  x:n=x?i 

2C=  1 

x=x:;/>;2 1 

IF  (I .  £*.  1)00  ro  3  0 
DO  2  5  J  =  2 , 1 

25  uC-ZC-Z/  (X-SOOT  (J-  1)  ) 

30  2  =  0/ DO- 
Xa  X-  - 

IJ(0ABS(-)  .  OX.  1.0-09)00  TO  20 
BOOT  (I)  =  X 

:<=.<♦. o oo  i 

35  cu  or  ISO  2 

- ADj  2  V  £  2 1  u  A  L  COLLCC  AT  10  3  POUTS  AT  X=J  03  a=1 - 

3T  =  S  +30  »3  1 

a  *  ( 2  o .  tit  y  « 1 ; )  o  ro  4  5 

DO  40  1=1,2 
J  =  .i*  1  -I 

uo  sour  (j  i  >  =2 our  (j) 

aOOI  ( 1)  =0 

45  IF  (3  1.  2*.  1  i  SOOT  (ST  )  =  1 

- 30.»  £  7  A  L  J  A?  E  DEtilVATI/ZJ  OF  POL  I  30.11  AL - 

Du  50  1=1,3? 

I  =  r.JuI  (I; 

DIF  1  (1/  =  1 

DI/2  (i>  =j 

Jl/3  (I) =j 

DO  o  j  J  =  1  ,  ,i  i 

*-  (  j  •  i  ,«  a  }  j  ^  .0  3  0 

{~x~ aod  r  ( j) 

DIF3  (I J  =i*JIt  3  (I)  ♦■3*0172(1/ 

D 112  (1/  =  L  *  Ji:  2  (I)  «■  2*  DIF  1  (I) 


1 


( i  n  <  i 


14 


3  IF  1  (I)  =  Y*D  lx’  1(1) 
50  ccnti.nje 
rztu  a:i 
end 


suuaouriwz  jfopr  (n d,  n,  no,  n  i  ,i,  id,  oir i ,  oifi,  diz 3 , rogi,  v z. c r ) 

1.1  PL  10  IT  RZAL*d  (A-H,0-  Z) 

DIMENSION  DIF1  (HD)  ,  DIF2  (HD)  ,DIr  J  (NO)  ,3uOI  (HD)  ,  '/2CT  (HD) 


:***«#*****#: 


c  zajkouriHS  evaluates  Disc32Tii.\riGN  coefficient  maijices  c 

<:  AND  GA  U3S aAN  wUADRATURZ  WEI  Gil  ID,  NG.1ALI  LED  TO  S  J  .1  1-  C 

c  c 

C  - INPUT  PARAMETERS  —  c 

c  c 

C  INTEGER  N,  JO,  N1=AS  IN  SUBROUTINE  GCCSI.  C 

C  I NTEGZ  3  I  =  IHz  INDEX  CF  THE  NODE  F  Oj  WHICH  THE  WEIGHTS  AJE  v. 

TO  ot  CALCULATED.  C 

INTEGER  ID=1N DICATOR.  ID=1  GIVES  THE  WEIGHTS  FO 3  D 1/3 X,  C 

ID  =  2  GIVES  THE  WEIGHTS  FOE  D2Y/JX2,  AND  ID=J  <- 

GIVES  THE  GAUSSIAN  WEIGHTS.  THE  VALUE  OF  I  IS  C 

C  la  RELEVANT  IN  THE  LAST  CASE.  C 

c  deal  aprat  root,  c 

C  01 f  1 , D IF2 , 0  IF  3  =TH E  ONE- DI ME NSIONAL  VECTORS  COG PUT  ED  IN  C 

C  SUBROUTINE  JCOSI.  C 

C  c 

C  -  OUTPUT  PARAMETERS  -  C 


C  REAL  A  a  3  AT  V2CT=THS  COMPUTED  VECTOR  OF  « EIGHTS.  C 

c  c 

NT=N  +  N0  +'A  1 

IF  (I  D.  e;.  3)  Go  TO  1  0 

DO  20  J  =  1  , J  i 

IF(J.NE.  I)  GO  TO  21 

IF  (I  0.  nZ.  1 )  Gu  TO  5 

VECT  (I)  =Di?2(I)/DIF1  (I)  /2 

Gu  TO  20 

5  VECT  (I)  =  jAf  J(I)/DIF1  (I)  /3 
GO  4  o  20 


21 

T- AO OT  ( I ) 

-LOOT  (J) 

vec:  (j) = D 

IF  1  (I)  /  DII-1  (J)  /Y 

i;  i i 3* “<• 

2)  VECT(J)  =VECT  (J)  *  (0  IF2  (I)  /JIF1  kI 

r  > 

Continue 

J  J  4  0  J  0 

10 

1  =  0 

D'.y  2  5  J  =  1 

,<  r 

::  =  Po^i  ijj 
A  X  =  X  *  l  1  -  a  ) 

IF  (  N  0.  2  «.  J  )  A  a  —  A  X  /  X  /  X 
*  x  (a  1 .  x*  a  *  0 J  *i X  —  \  \ /  (1—  X)/(1—  a) 


1L6 


VZCI  (J)  =  A  X  /  J I  F  1  (J)  +*  2. 
25  £  =  Y  ♦  /  E  C I  [  J  ) 

CO  o  0  J  =  1 ,  N  I 
60  VZCI  (J)  =  Vr.CT  (J) /'£ 

50  RETURN 
END 


s  udbootinz  i.its?  (n  c,  nt ,  x,  coot,  di?i , xintp) 

IMPLICIT  REaL*8  (A-H,0-Z) 

DIui  NSlON  ROoT  (ND)  ,DIF1  (N  2)  ,  X  INI?  { M  0) 


««***«*«* 


C 

C  503 ROUTINE  EVALUATES  THE  LAG 3  AN 01  AN  I  NT 


************************  (J 

C 

EC  P'jLA  TTO  N  CoLFF  I0IZNT5 


C  - INPUT  PAh  AM STEPS C 

C  L 

C  INTEGER  N I  =  I  tt  Z  TOTAL  N'J;i3EB  OF  COLLOCATION  POINTS  (  =  N*:.0  +  ..1)  C 

C  FO  a  WHICH  THE  VALUE  0?  THE  DEPENDENT  V  A  Si  ALLS  £  C 

C  IS  KNOWN.  C 

C  REAL  X=TtiE  A3SCISSA  X  WHERE  £  (X)  IG  DESIRED.  C 

o  PEAL  ARC  AY  C 

C  FOOT, D I? 1  =COLLOCATICN  POINTS  AND  DSSIVhTIVS S  OF  NODE  C 

C  ?J*.YNOi1I  AL,  DERIVED  IN  GU530UT1NZ  JCo3I.  C 

0  C 

C  - OUTPUT  PArtAHETEBS -  C 

-  C 

C  SEAL  A  3  B  A  Y  XI  NT  ?=T  H  E  VECTOR  OF  INTE3POLAIION  WEIGHTS.  C 

C 


1  ****** i 


:**♦*♦*  *(_ 


?CL=  1 

DO  5  I  =  1  ,  N  T 
£=X- BOOT  1 1 ) 

XINTP  (I)  =0 

IF  U.Zw  0.  00)  XINTP  (I)  =  1 
5  ?GL=  POL  *  i 

IF  (POL.  S*.  0.  OO)  GO  TO  10 
DO  o  1=1, NT 

o  XINTP  (I)  =POL/  DIF  1  (I)/ (X-3UOI  ll)  ) 
10  RETURN 
END 


J  jJttuU  £u 

1 

i.-.p-icir 

Jl.-iENSIDN 

3 

0  *  X  w  ki  S  I J  N 


E  OxfcjJo  (*j,  i,  *  ,  A  /  . ,  d  ,  >i>.  x  N  ,  «1  ■!  £  ,  wT  j  f  .i  r  ,  i 
J S  T A  F  T ,  tl  A  X  D  E  A  ,  P  N ) 

9  U  liik  ^  1  (  A  ™  U  ,  ^  ~  w  ) 

£  (0,20)  ,  ’£.!  AX  (  2  0  )  ,  3AVZ{2-*,*0)  ,  ERROR  i  2  J  ) 
A  t  o )  ,PEFTST(7,2,j) 

X  (xJ)  ,?  JL{20  ,20)  ,XU0) 


-lii 


I 


J  <J  4' 


,  Prt  k -*  0  J  j  , 


rv  «r  Li  rt  vj  f 


*  ft*#************:****  J***********************^ 


o  n 


147 


\ 


\ 

i 


i 


c 


S  U  xl  R  0  J  Cl RE  xNxZGRAT 
ORDER  EQUATIONS  AS 
ORE  STEP  0?  L  aN  G  T  H 
DECREASED  .tliuIN  TH 
AS  LaaGE  A  STEP  AS 
STEP  ERROR  #  a  IC  !1  IS 
EACH  CUilPJNENr  OF  7 


ES  A  SET  0?  .i  ORDINARY  DIFFERENTIAL  FIRST 
DESCRIBED  i:i  E  *  U  A  1 1 0  N  G  (50)  AND  (51)  O'/Sc 
H  AT  EACH  CAx-L.  a  HAY  HE  INCREASED  OR 
E  RANGE  H.UN  TO  HHAX  IN  ORDER  70  Av-HIaVS 
POSSIBLE  *  H I E  E  NUT  CoHHiTTING  A  SINGES 
LARGER  7HAN  EPS  IN  THE  L~ 2  NOSH,  MBxBE 
HE  ERROR  IS  DIVIDED  BY  THE  CO  .1P0NE  NTS  oF 


YH  AX. 


THE  PROG  RAH  SALES  FOSS  SUBROUTINES  NA.1SD 
OIFFJN (T,Y,DY) 

HATiNV  (P  N,N,,-1,  J) 

SOLVE  ( N  N  ,  c'U  L ,  3 ,  X) 

PEDERV  ( 7  ,  Y  ,  ?  .i ,  .1 ) 

THE  FIRST, Dir  FUN, EVALUATES  THE  DERIVATIVES  OF  CHE  DSPENDiNI 
V  ARIAS  L.2S  STORED  IN  Y(1,I)  FOR  1=1  TO  N ,  AND  STORES  T  aE 
DERIVATIVES  IN  THE  ARRAY  CY.  THE  SECOND  IS  CALLED  ONLY  IS 
Hr  IS  DEI  ID  1  CS  2  FOR  STIFF  HEI.ioDS.  IT  PERFOR  IS  A  FlaGT 
STAGE  OF  GAUSSIAN  EL  1.1 I N  ATI  ON  ROUTINE  OF  TiiE  N  3Y  N  F.ATRIX 
STORED  IN  THE  ARRAY  PM  (M , N) .  SOLVE  PSEFOENS  THE  aACK 
SIJSSTITUilON  PROCESS  0?  THE  GAUSSIAN  SLIP.  IN  A I  ION  RoJTlN-. 

?  m  c  ‘H  x  j  u  2  u  J  0  N  u  f  xr  Hr  I  j  1  ,  AND  a  .  o  p  *.  S  x  a  a  ?  a  a  .  x  a .. 

DERIVATIVES  Dr  THE  DIFFERENTIAE  EQUATIONS  PROVIDED  DY  Dlrr'CN. 
-  PA  a ANSI E a J  — - 


N=  THE  NUHUiii  OF  FIRST  ORDER  OIFFERr-N  UAL  EQUATIONS. 
T=riiE  INDEPENDENT  VARIA3L2. 


c 

Y— 

A  d 

BY 

N  ARRAY  CONTAIN 

ING  THE  DEPENDENT  V 

ARIA3LES  AND 

c 

W 

IH2I 

R  SC 

ALED  DERIVATIVE 

S.  THE  DEPENDENT  V  A  SI  A3  LEE  Ahc- 

c 

z 

S  a  o  £1 

SD  I 

N  i'  (1,1)  ,  1=1  T 

C  N. 

V- 

* 

wi  A 

V  E=A 

DLJ 

EK  0?  AT  L  £A  ST 

12  *N  FLOATING  POINT 

xD.AI  CCIix  U  a  X.  a 

c 

c 

d 

Y  TH 

a  SUBROUTINE. 

c 

a* 

TH£ 

STEP 

SIE-  TO  3  2  ATT 

SHPTED  ON  THE  NEXT 

STEP. 

w 

C- 

HH 

i  :#= r 

HE  H1NIHUH  STS?  SIE 

E  THAT  MILL  3E  USED 

FOR  THE 

z 

c. 

i 

»i  r  z  j 

RATION. 

c 

HH 

a  a  —  r 

H£  d 

A 1 1 H  U  H  SIZE  TO 

MHICH  THE  STEP  MILL 

3x#  I.fiSinj.J. 

c 

E?S  =  Tii 

Z  £  it  n  Z  a  *  Z  Z  T  CCNSTA 

NT- 

c 

J 

=  THE 

;izr 

ROD  INDICATOR. 

Vw 

0 

AN  A  DA HS  PREDICTOR  CORRECTOR  IS 

USED. 

c 

Z 

1 

A  HU  IT  I -STS? 

SET HOD  SUITABLE  FOa 

STIFF  S  Y  S  T  E  G  S 

Z 

IS  USED. 

c 

Z 

Z 

IRE  5  A H  S  AS  C 

ASE  1,  EXCEPT  THAT 

T  H I  S  S  G  3  R  'v  U  T  x  N  - 

z 

■* 

COMPUTES  THE 

PARTIAL  DERIVATIVES 

J  :  xi  j.icaiw.u 

z 

£ 

DIFFERS NCI NG 

OF  THE  DERIVATIVES. 

c 

z 

7  •/ 

A  a  =  A 

.1  iu  Ai  ur  ?«  L  CC  AT  I 

0  N  S  M  H  I C  .1  C  0  N  T  A I .» S 

4.  .tw  .!  .i  11. 1  il  j  .V(  v>  4 

z 

j 

E 

AC  H 

Y  SEEN  SO  FA?. 

z 

EZ 

ROR= 

AN  A 

RRAY  0?  M  ZLSHE 

NT S  MU  Il.1  xCNTax.IJ 

1  ilw  -  Z  X  x  ,1  U  4  £  -0 

c 

u  i«  E 

jCir  ERROR  IN  E 

ach  coupon  ent. 

J 

V  ^ 

.1  xl“ 

A  CD 

a  p - e i ion  code. 

^  xi  £  A  X  d  L  ii  w  £  »  £  4^  ^  fl  o  JOOLwJ^r  J  Lj  + 

z 

J  5 

r  4  a  r 

J 

Lt?  iT  I  •;  D I  CA  TO  R 

« 

z 

z 

. .  it 

XDE3 

=  r  h  e 

xi  A  a  I E  J  '1  DEPIV1 

::v z  :.ur  z.ujzj  3 z 

V  _>  -  J  • 

V. 

c 

PM 

*  A  d 

uO  wA 

OF  /*  T  LEAST  N  *  *2  r LOATING  ?0  I  N  T  LOCA  T  .0  NS. 

z 

1 


*«***«**4.**««****«*.»*#**(2 
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ft***************  V«**4*9  *  *  **  *  *  *  *  * 


DATA  P  E  H  x  3  T  /2.0,4.5,7.33j,10.42,i3.7,17.15,1.J, 

1  2. 0,1  2.  3, 24. 0,37. 39,  53. 33, 70. 0  3, a  7. ‘,7, 

2  3-  0,  o.  0,  9.  1  o7, 12.5,  1  5.  9d  , ).  0, 1 . 0, 

3  1 2.  0,^4. 0,3 7. d9,  53. 33,  70.  08,37. 97, 1.0, 

4  1 .  ,  1.  , 0.5, 0.1667,0. 04133, 0.0  0d2a7, 1.0, 

5  1.0, 1.0, 2. 0,1.0, .3157, .07407, .0130/ 

DATA  A  (2)/-  1.0/ 

I H  ET  =  1 
KFLAG  =  1 

I?  I JSIASI. LS. 0)  DC  TO  140 


1  oo 

DO 

1  10 

1=1,3 

DO  1 

10  J=  1  ,  K 

1  10 

3A  V  E  (  0  ,  I )  - 

Y 

(0,1) 

:iULD  - 

a  0  2  « 

IF 

(a. 

EQ. HOLD) 

GO 

TO  1  30 

1  20 

£<  acj  ft 

=  11/  3  CL  D 

13 

ET  1 

=  1 

GO 

TO 

750 

1  30 

ilQOL  D 

=  N  w 

1 0  i.D  *  X 

k\  A  C  u  *1  —  i  .  0 

Ir  (33TAbT.0r.0j  GC  TO  250 
GO  TO  170 

140  IF  (JSTA.'.X.  E*.-1)  GO  TO  1o0 
-«0  =1 
:i3  =  n 

;n  =  n  *  i  o 

N2  =  Ml  ♦  1 
;;  4  =  n**2 
:«5  =  ni  ♦ 

:ia  =  n  5  *  1 

CALL  DIFFUM  (T,Y,3A7E  (N  2 , 1 )  ) 
DO  150  I  =  1,3 

1  50  i(2,I)  =  SA  7  2(31+1,1)  *.i 

:U13A  =  J 
K  =  2 
30  TO  100 

160  IF  (  M£.  2'j.  M  vO  Lu)  JSTABT  =  1 
T  =  TOLD 
30  =  N^Oi.0 


X  - 

3* 

♦  i 

GO 

TO 

120 

1  70 

IF 

(IF 

•  £»  G  • 

a  0 

TO 

1  30 

1  F 

-  g  r  • 

=> ) 

.j  G 

TO 

1  30 

GO 

TO 

(22  1 

> 

t  «• 

22, 

223 

,224  , 

22  3,  22 o )  , * 

1  30 

L? 

(  O  'w 

•  J  A  • 

7) 

GG 

TO 

1  30 

<jC 

TO 

(211 

»  +• 

12, 

213 

,214, 

215,216,217) 

1  30 

Kr  L 

A  o 

=  “  G 

F  57 

•J3)l 

2  1  1 

All)  = 

-  1. 

s2 

GO 

:o 

2  30 

2  12 

a  r- 

)  = 

5  G 

J00 

00000 
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A  iJ|_ 

=  -o. 5  fa j  0  000  0  0 

JO  K 

u  1 3  J 

u 

13 

A  (1) 

=  -J.  -t  1o66u6o6ooo66fa7 

A  l  3) 

=  -0. 750000000 

A  ('*) 

-  -fa.  1  o  06  6  o b  6  6b  66  fa  c7 

jO  T 

0  2  30 

2  14 

A  (I) 

=  -0-375000000 

A  ( 3) 

=  -  0- 9  1  06 b  co  6  6 666  6  66  7 

A  (4) 

=  -0.  3  33332  33  33  33333  3 

A  (5) 

=  -0.04l66666fc6666666o67 

30  10  230 

2  15 

A  ( 1. 

=  -0. j4oo  1  1  1  1  1 1  1 1  1  1 1  1 

A  iJ) 

=  -1.0  4  16666666667 

A  (-) 

=  -0. Jjo  11  1  1  1  1 1  11  1  1 11 

A  p) 

=  -u .  1  0  4166 6066666 6fa 7 

A  (o) 

=  -O-OOo  3333  3  3333  333  3  3  J 

jO  r 

0  2  3./ 

0 

1  6 

A  ( 

=  -0.329 Jo  11111111111 

A  13) 

=  -1.1-«1bo6666fao6b66  7 

A  (  4) 

=  -  J.o2o000  00C 

A  (5) 

=  -0. 177  H  33  333333 33  33 

A  (o) 

=  - J. JziOOOOOCO 

=  0.  00  1  3  3  3  3  5  3  S  d  3  3  3  3  3  5  0 

: 

0  230 

“> 

<- 

17 

All) 

=  -u. 3  1d59  19  3  12  16931  2 

A  l  3) 

=  -  1  .  2  250000  0  C0 

A  (4) 

=  -0.7513513513513519 

A  (5) 

=  -fa. 26520633333333333 

A  l») 

=  -0.0  436  1  1  1  1  1  1  1  1  1  1111 

A  (7) 

=  -  0.  0  04  36  1  1  111  11  1  1  1  1  1  11  1 

A  (o) 

=  -0.  0  00  1934  1  26934  12o934 

o  0  r  J  230 

2 

2  1 

A  01 

=  -1.0 JfaOOOOOuO 

4. 

0  230 

222 

A  (1) 

=  -0. 0006066666006 06 7 

A  i  3) 

=  -fa.  Jj  03  33  3  3  33  33  333  3 

r*  •** 

J  * 

U  23  0 

■) 

A. 

23 

A  (  1) 

=  -fa.  5454545454 5**5-04 5 455 

A  (3) 

=  Ail) 

A  (4) 

=  -O.fa9090909G9090  90  P 

3o  r 

O  230 

T 

24 

AID 

=  -O.40OOOOOOG 

A  ( -) ) 

=  -J./OfaOOOOOO 

A  (  4 } 

=  -0. 2fa0000000 

A  P) 

=  -fa. J20J009JC 

JO 

0  2  J  j 

■) 

z5 

A  i  1 ) 

=  -J.-t  37  356  2  0  43  79562 

A  (3) 

=  -  ).oZl1fa7jd22Ho79J 

A  i  4  J 

=  -fa.  3 lfaZ15Q7S1321 34j 

A  (  i) 

=  -  0 .  J  5-»  7  44  5 2  55 -•  7  4 45  2  c 

— 

-3  •( 

4  -~-~t  .  i  6  3  5J  36  4  96  j  3  0  4 

JO 

10  2  Jfa 

1 

2  o 

AO) 

-  -j.  .fac.1’j3Z'>53Jc  1225 

A  Pi 

-  -u.  ^  iO  0  3  4  5  2  Go  34  9  20  0 
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A  (4)  =  -0 .  4  1  o  6 6 06  5  66 oo  o uti  o  7 

A  (5)  =  -0-  0392047619047615 

A  (t)  =  -0.  0  1  193476  1904  761  j 

A(7)  =  - 0 .  0 00 566 3 9  34 240  Jo 2 3 2 

2  30  X  =  NQ *  1 
I DuU B  =  K 
Ml'Y?  =  (4  -  ;i7)/2 
E3Q2  =  .  5/^10 AT  (NQ  ♦  1) 

BNOi  =  .  5/F  L J  A  T { N  0  ♦  2) 

ENW1  =  . 5/T  LOAT (3Q) 

PEPGTi  -  EPS 

ZUP  =  (JZaZoi  (3Q,  MTY  ?,  2)  *?EPSd)  **2 
E  =  (PSaiST  (0C  ,KTYP,  1)  *?EPSd)  **2 
ZDA3  =  ( P  Ea IS  T  (0  0#  MT  Y? ,  3)  *P  EPS  H )  *  *2 
IF  t2D«N.EQ.O)  GO  TO  780 
3N  0  =  2P  S*i NO  3/D  FLCA  I  (M) 

2  40  I'aZVAL  =  111 

go  ro  (250  ,od0j  ,  ihet 
2  50  r  =  i  tl 

DO  2  60  J  =  2 ,  X 
DO  260  J1  =  J,K 

J  2  =  X  —  J  1  *  J  -  1 
DO  2c  0  1  =  1,:,' 

2  60  i  i  J  2 , 1 )  =  Y  ( J  2  ,1 )  +  Y  ( J  2  *  1  , 1 ) 

Do  2  70  x  =  1  /  M 
270  23d0a(l)  =  0.0 

DO  430  L  =  1,3 

CALL  DIFFUN  (T  ,  Y  ,S  A  VS  (  32 , 1 )  ) 

IF  ( £'«  EVAL.  LT.  1)  GC  TO  350 
IF  ( 3 F . L 2 • 2 )  GO  TO  310 
CALL  P  E  D  2  3  V  (T ,  Y  ,  Fi»  ,  W  3  ) 

A  =  A  (  1 )  *  d 
DO  280  I  =  1 ,  M 4 
280  ?d  (I)  =  P2  (I)  *P 

290  00  300  I  =  1,  N 

3  00  PW  (I»  (0  3*  1)-:i3)  =  1.0  +  P.1  (I  *  (03*  1 ) -;ii) 

I  4  EV  AL  =  -  1 

CA xx  M  A  T I  3  V  ,3  ,3  3,  J1  ,  PUL) 

i.F  (J1.GT.0)  GO  TO  3  50 
o O  TO  440 

310  DO  320  I  *  1,3 
320  S  A  V  -  ( 9 , 1 )  -  Y(1,I) 

do  340  j  =  i ,  a 

a  =  CP  0*  D.IAa  1  (E  ?S  ,  DA  35  (SA  V£  (9  ,  J)  )  ) 


Y ( 1 , J)  »  Y  (1,  J)  ♦  ? 
J  -  A  (  1  )  *;i/n 
v.  A  L ..  D  .  t  r  J  .1  ( 4  ,  { ,  j  A  / 
DO  3  j  0  I  =  1,3 

2(36,1)) 

3  30 

P  *  1 1  +  (J  -  1 )  *  M  3)  = 

(5  A  7  £  ( :i  5  ♦  1 ,  1 )  -  0  A  V  E  (3  1  *  1 ,  1 ) 

/  *■> 

3  40 

Y  ( I,  0)  =  8A  YE  (  S,  J) 

GO  To  2  )<) 

3  50 

IT  iEF.OE.0)  GO  TO 
DO  3  o  0  I  =  1,3 

3  70 

360 

3AV2(9,I)  =  Y  ( 2 ,  I 

)  -  j.i  /  i  (3  I  ,  1 )  *  6 
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GO 

ro  4 

1  J 

3  70 

DO 

3  60 

I  = 

1  ,  N 

3  30 

3  A  VZ 

(.'15  +  1 

,  1) 

=  Y  (2,  I)  -  GAVE  (11  UI,  1)  * H 

C.-i  LL  S 

j  u  J  £, 

(« 

,?0  L  ,SAVS  (N  34  1  ,  1  )  ,2) 

DO  399 

0=1  , 

N 

3  99 

SAVE  (9 

,  J)  =.C 

10) 

4  10 

NT 

=  N 

DO  4  20  I  =  1,'l 

UM)  =  t  (1,I)*A(1)*3A/S(9,I) 

*U,I)  =  1(2,1)  "  SAVZ(4,I) 

G2sG2(I)  =  ERROR  (I )  ♦  SAVS(9,I) 

1?  (DA3S  (3A  73  (9,  I)  )  .  LZ.  (3:iD*Y.1A.C  (I)  )  )  t. T  =  N  I-  1 
4  20  CD.JTINOa 

IF  (.11.  L  2. 0  )  GO  TO  4*0 
4  30  CD  NTINGZ 

440  T  =  TOLD 

If  l  (H.  LL.  (  h.U'l«  1. 0000  1  ) )  .  A  :1D.  {  (IWiVAL-MTYP)  .  LI. -1)  )  uu  T 
IF  (  (Sc.  E*.  0)  .OB.  (I«  EVAL.  RE.  0)  )  PACO. 'I  =  s  ACU -I*  .  2  5DQ 
IWCVikL  =  he 
I3ET1  =  2 
GO  TO  700 
^  60  KFLAG  =  -3 
4  70  DO  ■*  dO  x  =  1  , 

DO  4  d  0  0  =  1 ,  K 
4  60  Y(J,ij  =  GAVE  (J,I) 

F.  =  SiOLD 
JQ  =  NOOuD 
JSTART  =02 
RETURN 

4  90  D  =  0.  J 

DO  5  00  I  =  l,.i 

5  00  D  =  J  (ERROR  ( I )  /  Y  M  A  X  ( I )  )  *  *  2 

I  *  a 7  AL  =  0 

IF  (D.  GT.  E)  GO  TO  540 
I?  (K.LT.J)  GO  TO  520 
DO  5  10  J  =  3,  K 
DO  5  10  1  =  1 1 N 

5  10  Y  { 0  ,  I )  =  Y  ( J  ,  I )  ♦  A  (J)  =  E5  30  3(1) 

5  20  KFLAG  =  f  1 
H  N  Em  =  II 

IF  ( ±00 0 B . u £. 1 )  GO  TO  550 
IDOU3  =  ID0J3  -  1 
IF  (  IDOUo.  G  X.  1)  GO  TO  700 
00  5  30  I  =  1 ,  11 
530  3*  7E  (  10,  L)  =  ERROR  (I ) 

GO  TO  / 0 J 

540  XFLA  j  —  ..\u  ~  2 

IF  (.1.  UZ.  (OSIN* 1.00001)  )  Go  TO  740 
T  =  TOLD 

±  *  ( KF  u.U.  u  l.  -5 )  jC  TO  720 

5  50  ?P 2  =  i D/a;  **2';i2*  1.  2 
P?3  =  1 . 

.  c  {  ^.i2.v^k..i1n.vDaR)  .Oct.  (  u.  .a  •  "  1 )  )  'jo  TO  3  7  J 
D  =  0.  0 


0  4  o0 


1 
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DO  5  oO  1=  1  ,  N 

560  D  =  D  *  ((£3303  (I)  -  SA  72  (1  0,  I)  ) /YliAX  (I)  )  **  2 
PSJ  =  (D/Z'J?)  **ENQ3*1.  4 
570  Pal  =  1.2*20 

IF  (NQ.  L£.  1  )  GO  TO  530 
D  =  0.0 

DO  5  80  I  =  1 ,  a 

5  80  D  =  D  *  (  i(K,I)/YJlAX  (I)  )  **2 
?3 1  =  (D/EJ«iN ) **£MQ1*1. 3 

5  90  CONI  IN  J£ 

IF  (?P2.  L£. P33)  50  TO  6  30 

IF  (P3J.LT.  Pa  1)  GO  TO  660 

6  00  3  =  1.  0/AMAX1  (?R  1  ,  1.  £-4) 

N£.»Q  =  N0"1 
6  10  I  DOL'D  =  10 

I?  (  (KFLA^.  2*.  1)  .  AND.  (R.LT.  (1  .  1 )  j  )  GO  TO  700 
IF  { N  E  a * . L  £ . N  2 )  GO  TO  630 
DO  o 20  I  =  1,N 

6  20  7  (N£*2*1  ,  I)  =  28  30  8  ( I)  *  A  (  X)  /DFLG  A  T  (K) 

o  30  K  ~  N  E  N  ^  *  1 

IF  (KFuAG.  L*.  1)  GO  TO  670 
aACJd  =  aA2J.l*3 
I  a  21  =  3 
GO  TO  7^0 

640  1?  {  N E «  J .  £ t .  .IQ)  GO  TO  2  50 
M  0  =  N  E  W  j 
GO  TO  170 

650  IF  ( PK2.G1.  PL  1)  GO  TO  600 
NENQ  =  Nw 

P.  =  1.  J/AMAX1  (?R  2  ,  1.  2-4) 

GO  TO  olO 

6  60  a  =  1.0/AiU  XI  (PRJ,  1.2-4) 

NE'n'Q  =  N ^  ♦  1 

GO  TO  610 
670  13  EX  =  2 

P  =  DM  IN  1  (5  ,  i(8  AX/D  A3  8  ( H) ) 
ii  =  u«y 
ONE*  =  H 

IF  (  N<*.  £Q.  N  £  *  2)  GO  TO  6  30 
HQ  -  NENg 
GO  TO  1  7  J 
680  ii  =  J.O 

DO  6  30  J  =  2,  X 
21  =  31*6 
00  6  >0  I  =  1  ,  “I 

6  90  7(3, 1)  =  Y  (G,I)  *31 

IJOU8  =  X 

7  00  DO  7  JO  I  =  J,N 

710  7.!  AX  (I )  =  J  MAX  1  (  Yfl  AX  ( I)  ,  D  Ao  J  (7(1,1))) 

J  GTA  RT  =  2  * 
i  2T’J  NN 

720  17  { N Q . £ ^ .  1 j  GO  TO  7  oO 

C A..-  DiFFJN  (T  ,  7, SAVE  (N2,  1 )  ) 
a  =  H/riOi.0 
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oo  7  jo  :  =  i ,  :i 

7  (  1  /  1)  =  SAVE  (1  ,  I) 

GA72(2,i)  =  .10  LD  *5  A  V  E  ( N  1  *  I  ,  1 ) 

7  30  i  (2,  I)  =  2*VZ  (2  ,  I)  *3 
0  =  1 
K  F  LA  G  =  1 
00  I  0  1 7  0 
7  40  KFLAG  =  -1 
HNZ*  =  ii 
J  START  =  N2 
SETH  ON 

750  SACGd  =  OiUAI  PASS  (HaiU/HOO)  ,3AC'vM) 
FACJn  =  w::,1  (RAC'Jfl,  0A3S  (  iUAX/HGLJ)  ) 
3  1=  1-0 
DO  7  60  J  =  2/  K 
n  1  =  H  1  *a  AO U ^ 

DO  7  o  0  1  =  1  ,  N 

760  7(0,1)  =  SAVE  (J,I)  '*3  1 

ii  =  HOLO*3AC'J;i 
60  7  70  I  =  1  ,  N’ 

7  70  1  (  1  ,  1)  =  SAVE  (1,1) 

I  jjO  0  0  =  i\ 

00  TO  (100,250,640), ID ET1 
7  30  KFLAO  =  "4 
GO  TO  47o 
J 


S  JDEOUT 13  E  DIFFON  (T, 77,077) 

IMPLICIT  -iZAL*6  (A-H,  j-Z) 

DIOEGSUM  0  7  7  (23)  ,  YZ  (3,20)  ,  A  (20,20)  ,3  { 2  0  ,  *  D )  ,C  (20)  ,.U  (  1)  ,  «  A  (3) 
1  ,;A3(20} 


■  •* ** *  * i 


0  SGl.PUTI.iZ  CALLED  37  CIFS'JD  ZVAL0A1 SS  THE  DERIVATIVES  uF 
C  D  2  ?  Eli  D  23  I  V  A  3  I A  3  L  Z  S  STORED  1.1  Y  £  (1,1)  ,1=1, 2*3,  .i  3  D  STORED 

C  THE  DE  31V  AT  IV  ZS  ill  THE  ASSAY  277.  1  IS  liiZ  IS  LED ZH 2ZG  1 

v,  /  i\  l\  1 A  3  L  L  • 


C  **  3 


‘C 


1  a  T  Z  l\  N  A  L»  A  J  X  1 

CQflU  ^N/ ul /CGZF1 ,  CO  EF5 

CJVA  03/L2/J03F2 

v  3  3 C  !<  /  l.  i  /  .•  t  3  T 

C 3*1.1  ON  /L 4 /A  ,  o 

cj.u  j;./L7/;.oi-3f  ;iF3#Z? 

:i=j  »:< 

4*  J  33  I s  i  ,  I  I 

(n  s  i  *  l  ^  i  i) 

30  v.  j  ti  a  ^  N  J  w 

— —  ■“  s-A»-wJ  i  a  H  i  /A  w  Jwo  ^  3  •*•  .i  -i  3  J A  L  —  i  a  *  ) ) 


15^ 

ii(l)=YTll,  1) 

i  r  es  n=  5  ou 

ll  *«U  4j  *J  t  ~J  X  »  i  ^  »i  J  .C  1  /  H  r*  ,  l  W  U  ^  |  I*  «\  ,  U  ,  A,  0  3  ) 

CT=-  J.  *CjZ?  1*  (A  (1  ,  1)  *X.{  (1  )  +  A  i  1  (j;)  *1.  ,  /A  (1  ,  1)  -  A  (  1,  „2)  /*  ;  1  ,  1;  «L  0 
30  *4  0  i  -  1  ^  d 

C  (I  j  =  3(1+1,  1 )  *CT  +  5  ( 1+  1  ,NT)  *C 01:1 
A5  CONTINUE 

—  OIOSs.  IHE  DEKI/AT  IV  E  J  IN  ANSiiT  3  1 1  — - 

30  1  20  J  =  1  , 

DVL  (J)  =  j  (0  +  1  ,  1  )  *.{ .(  ( 1)  +  3  (J  +  1  ,  NT)  *1. 

3-Y  (J  +  N)  =0  iJ) 

33  110  K=  1  ,  :j 

D  i  i  ( J  )  =  3  i  i  ( J )  +3  ( J  +  1  ,  X  +  1 )  *'i  i  (  1  ,  K  ) 

0  Vi  (J+i<)  =  3  TI  ( J  +  N)  -  3  .  *3  ( J  +  1  ,  1 )  *C 0  Es  1  *  A  ( 1  ,  X  +  1 )  *  YY  ( 1 ,  a)  /  A  (  1 ,  1) 

1  +  (3(J  +  1,  X+1  )-3  (o  +  1  ,  l)  *.\  (1  ,X  +  1)/A  (1  ,  1)  )  *n  (  1,.1  + 

110  CJ  NT IN  JO 

DYY  (J)  =302?  1  *C  0  E  ?  5  *  0  Y  Y  (J) 

Jii  (J  +  N)  =  J  u  (J+N)  *C02  F 5 
120  CON  TIN  Ns. 

S  IT'J  SN 
EN  3 


SUMS  OUT IN  E  PE3ZN  V  (I,  l,  ?  N,  NO) 

IMPLICIT  SEAL*-}  (A-H,  Q-E) 

DIMENSION  Y  (3,20)  ,P W ( 4 00)  , A  ( 2 0 ,2 J ) , 3  (20 , 20 ) 


«*»****.»*«**  i 


C  EUSSoUTIME  OAL-SD  3Y  0I73U3  LIQ32S  IMS  PARTIAL 
C  LINIVATI/EC  J?  THE  3IFFE3ENIAL  L  *  J.U  ION  3  PPOVIjSJ  IN 
C  SUBROUTINE  OIr’sUN.  THE  PARTIAL  DERIVATIVES  (THE  JACoSIAJ) 
C  -E?E  EVALUATED  IN  THE  LAST  SECTION  IN  C HASTES  5- 


’  *  *  *  *  *  *  j 


;*****«******  ********#****<c#********«*********i 


OGMMON/L 1/COE? 1 , CO  s?5 
CJMSON/LJ/N , NT 
C  C  MM  u  !J  /  L  4  /  A  ,  3 
Ou  10  X  X  =  1  ,  J 
30  «■  U  I x ~  1  ,  N 

P  X  (  II  +  (  2  *  X  X-  2 )  *  .1 )  =CGL?1*'CuI?5*J(II  +  1  ,  X  X  +  1  ) 

?.<  (11+  i-*K.\-1)  *N)  =-CC2F5*j.  *0  (11  +  I,  1 )  »COEr  1*  \  ^  1  ,  XK  +  1,  /A 

?  X  (  II  +  <.  *  .1  *  N  ♦  ( -  *  X  X  -  2  )  *  X  )  =  0  . 

4.J  ?»(  1 1  +  2  *  N  *  N  ♦  (  2  *  X  X  -  1  )  =  N  )  =  \D  (11+  1  ,  X  X  +  1  )  -  l,  ( 1 1  +  1  ,  1)  *  A  (  1  ,  X  ..  + 

1  *  0  0  - 5 

10  Ci, A  C  IN  J I 


'  /  /  A  v  •  , 


n  ci 


! 
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susaoun.is  DiCo:i?  (s:j,a,')l, J2) 

DIMENS  ID  M  A  k20 ,20)  ,(JL(2  0,2  0)  ,  3C  A  LES  (2  0)  ,  IPO  (20  ) 


:  **  *«  «*  *  : 


********  *************.~ 


SU330UTINS  CALLED  BY  MATINV  PEfiFCaJS  A  FI3ST  STAGS  OF 
GAUSSIAN  ELIMINATION  BOUTINS. 


C 


1 

2 

3 

4 

5 


1  0 
1  1 
12 

1  3 

1  4 


1  5 


COMMON  IPS 
J  2=  1 
N=NN 

DO  5  1=1,  N 
IPS  (I)  =  I 

BO  NN  aM=  0.0 

DO  2  J  =  1  ,N 

UL (i, J)  =  A  (1,0) 

I?  (SO*  N?;-l-A  ES  (U  L  (I,  J)  )  )  1,2,2 

BOWN&M  =  A3  S  (UL(I,J)  ) 

CO  NT  I N  U S 

IF  (Bu*  OEM)  3,4,3 
SCALES  (I)  =  1.0/BOW  NBM 
GO  TO  j 

CALL  SING  11) 

J2=-  1 

SCALES  (I)  =  0.  0 
CO NT  IN JE 
NHl  a  N- 1 
DO  17  K  =  1  ,  N  Ml 
BIG  =  0.0 
DO  11  I  =  K,N 
I?  =  IPS  (I) 

SIuE  =  A3S  (UL(I?,S)  )  *  SC  ALES  (I?) 
IF  (SUE-BIG)  1  1,  1  1,  10 
B  * j  —  . 

1JXPIV  =  I 

wON  .IN  (Jo 

IF  (BIG)  13,12,  13 
CALL  SING  (2) 

J2=-  1 

GO  TO  17 

IF  (IDXP  I V  - K )  1  4,  15,  14 

J  =  IPS  (K) 

IPS  (X)  =  IPS  (IDXPIV) 

IPs (IJXPIV)  =  J 
K  P  =  IPS  (K) 

PIVJT  =  OL  (a?,K) 
tv  PI  =  K*1 
DO  1o  I  =  X  ? 1 , N 
IP  =  IPS  (I) 

EM  =  -JL(IP,  K)  /PI  70  2 
J1(I.J,.\)  *  -rM 
DD  1o  J  =  X?1,N 
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UL(I?,J)  =  *  i.1*'JL  (aP,J) 

1b  CONTINUE 
17  CO  NT  iN  J  z. 
a  ?  =  I  P  S  i  N ) 

I?  (JL(.<?,N))  19,18,19 

16  CALL  S1J 10  (2) 

J2=-  1 
19  PET’J  8N 
END 


SUoKOUTIUE  SOLVE  (US  , ?UL,3,X) 

IMPLICIT  o EAL*8  (A-H,w-E) 

DI.iENSi.3M  PrJL  (20,20)  ,  3{2J),X(2J),  IPS  (20) 


t«*******«**«. 


C  SU3SOUTINE  CALLED  31  DIfSUB  ?  £1<  FO  A .1 S  THE  SECOND  STAGS  C 

C  (THE  6  ACri  SUB  S  TIT  JTI  Ctl  PROCESS)  0?  T.iS  GAUSSIAN  C 

C  ELI  HIM  AI  ION  SOUTINE. 
r 


1  **  *c 


CO. 'i.M  ON  IPS 
M  =  NN 
S?1  =  N  1 
IP  =  IPS  (  1) 

X(1)  *  a  HP) 

DO  2  I  «  2 ,  N 
I  P  =  IPS  (i) 

:  ;i  i  =  i-i 
SUM  =  0.0 
DO  1  J  =  1,131 

1  SUM  =  SJ.l  ♦  PUL  (IP,J)»X(J) 

2  X(I)  =  0  (IP) -SUM 
I?  =  IPS  (N ) 

X(N)  =  X(.«)  /PUL  (I?  ,N) 

DO  4  I  SACK  =  2,.N 
I  =  NP 1-ISACH 
IP  »  IPS  (I) 

I?1  =  1+1 
S JM  a  0. 0 
DO  J  J  =  I  ?  1  ,  N 

3  SJM  =  SU.1  +  PUL  (IP,  J)  *.<  (U) 

4  X  (I)  =  (X  U) -SUM) /PUL  (IP,  I) 

?  £  TU  ON 


SUoSJUTlNS  SING  (I*HY) 


'*«***«  i 


*«*««***i 


i  •  *  a  a  J 


SUBROUTINE  CA-LZD  JY  DEC  CMP  INDICATES  T hE  EaSOsS  IN 


1 


u  u 


15? 

PSR50J.1ING  TJa  GAUSSIAN  ELI/.  I  NATION  aOUTINI. 


C 


1*********************^ 


1'  FOR  /.  A  I  ( 5  4  .i  0  H  AT  A  I X  WITH  2  c,  HO  ROW  1 N  DECOMPOSE. 

12  r  0  AH  AT  (  D4  a  3  3  j.  NS  UL  A  E  HATMa  Id  DECC.iPOii  2*  ZEaO  DIVIDE  Id  _>CL7Z. 

:  Id  IKPilUV.  HATRIX  12  NEARLY  3  a  Li  G  U  L  A  R , 


13 

FOIil  AT 

l54  H0 

NO  CONVERSE 

NOUT  = 

3 

so  ro 

(1,2, 

J)  , 

iwa  y 

1 

WRITE 

(dour 

,11) 

SO  TO 

10 

2 

WRITE 

(dcOT 

,12) 

oO  r  o 

10 

3 

WRIT  E 

I 

,13) 

10 

RETURN 

u  It  0 

S'JSROU 

TINE 

HAT  I 

dV  (PW , N 

DiHENS 

ION  ? 

a  (400)  ,  A (20 

♦ ** ****** 

***** 

*********** 

3  U  3  A  0  J  T I 

N  £  CALLED 

JY  DIF 

‘  *  *  *  C 


u 

c 


GAUJ31AN  2  L I  H  I  a  AT  I  0  N  Li  GUT  Id  E  OF  THE  HATE  IX  3T0 A  ED  Id 
THE  ARP.  A I  ?W. 

********** i 


do  i  i  =  i ,  :i 
do  1  J  =  1 ,  :i 

1  a  (i,  j)  =  ii  *  {j-  i  )*:;3) 

CALL  DEC.,/.  P  (,i,A,'JL,J  1) 

R  ZTU RN 
END 


jUwRJU1I.»L  CD  5  ENT  (  C  0 ,  A  ,  Y ) 
I/.PLILiT  RaAL*9  (A-H,  0-  Z) 

DI/.E  da  ION  A  (20,20)  ,Y  (8  ,  20  J  ,  X3  (2) 


C  SUBROUTINE  CALCULATES  THE  CURRENT  UZNSITi  3’i  Sc’JATIud 
C  ( 5o)  . 

v.  *"*  PA  >1  c>  i  w  j  j 

W 

c  ld-curre:*:  jl,j i;y,  Ar?/c  ;<**<:  : 

C  A-  OliC  jZ i  Li* kZ  lu  COEJFICIINT  ^aTuI.C,  A*  C 

u  .  s C <j ^  w N  ** it tV T ^  0 a  S  A  r  L  CL  mJl A  To.  vj  201 .4  To*  v. 


*********** ^ 


n  r.  n  n  o  n  n 
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C  0  ,1  ,1  /^L  .j  /  .t  f  ,t  T 

CU.l.i  ON/..b/  XS 
cuhhcn/Lo/c  j^f-. 

CD=-C Jt;4*  (  A  1 1  ,  1)  *X5  (1  )  *\  (  1  , I)  ) 
DU  bO  J  =  1 .  N 

CD=  CD-COO?  ->  *  A  (  1 ,  J  «■ 1 )  *  Y  { 1 ,  J) 

50  CONTINUE 
0  ETU  PN 
END 


S  L'  3  X  u  U  T I  N  0  C  U  C  E  N  ( C 1  ,  C  2  ,  N  X  >  N  D ,  D  27  A  ,  ?.  0  0 1 , 0 1 F 1 ,  i ) 

IMPLICIT  SOAL«3  (A-K,  0-0) 

01,12 NS -ON  01  l  60)  ,C2  (60)  ,P.CJT  (20)  ,  Jl?1  (20)  ,  Y  (  i.  iO)  ,  XS  ,  XL.  NT  P  ( OU ) 

J********«*W«***1l»»*«*****#****»t******«********<I**.***  **»*¥***■*¥*  ^ 


C 

C 


5  ■15t.O  J  Ci  N  0  OVAL  OATES  TOE  CO  NCONXuA  TI  ON  AT  EACH  0201020 
POINT  IN  X  DIRECTION  E Y  AN  IN  I  S  .i  ?  0  L  A  T  1 0  N  SOUTINE  JOINS 
THE  KN  Oil  ,i  CONCENTRATIONS  AT  THE  COLLOCATION  POINTS. 

~  —  —  a  A  r.  ,V  ,1  m  ¥  r,  3  2  ** 

C  1  ,  C2=  CO  NO  E.i  1  LA  T  I  ON  S  u  ?  NITAAIO  AND  nYDaJXY  IONS  , 

NE2  P  OCT  I  /  ELY  ,  IN  D  I  HE  NS  ION  L  0~>o  J N  IT. 

D  E  T  A  =  X  I N  1 0  a  i  A  -  ,  Dlil  ON  SION  LOSS,  0  <C  D  2  T  A  <  1. 


L 

c 


I  *■*  *  »  : 


COH.10N/L2/COOF2 
CO.iHON/Li/N  ,  S  I 
COHauN/Lb/Xo 
DO  30  J=1 , NX 
OTA  =DOTa«  (J-  1) 

C  A «.  L  I N  TOO  ( .<  D ,  N  T  ,  ET  A ,  SCOT,  Dir  1 ,  X  a  N I  -  J 
Cl  (  J)  -  X 1 L  IP  (  1)  *XS  (1  )  ♦  X I N  T  ?  (N'T)  "1. 

C2  {  J)  =XiN  TP  (  1)  *  X  5  (2)  +XIN  IP  (NT)  *COOP2 
DO  7J  .•;=  1  , .« 

-  1  (J)  =0  1  (vl)  *  X I  N  T  ?  (X*  1)  *'!  ,  K) 

7  0  C  r  (J)  =  C2  io)  *-X  I  NT?  ( X  +  1 )  *i  (1,  h+.i) 

30  Iw  N  r  IN  U  0 
rOTUaN 
END 


1  „T  A  j  .1  A ,  J  0  i  A  a  l  ) 

I.!  PL  10  II  j  ( A  -  t:,  0-  0 ) 

*«¥**«**•««•*¥*■  ,¥*«***¥**¥■»*»¥»«»¥***»**«  ¥¥¥*»¥¥¥¥»  ' 


J'J  -  lOuil.tu  1  ><  K,  N  .  J  .  Hr>  j  P  U  .  1.  r  ^  .  il  r  ,  ,  A  .1  J  .  .1  u  y  ,  il.  u 

A  a  ,i  ,'*r*  .  r* .  S  * ii  ^  v.  ,1  A  I  L  HA  ,t  j.  Dir.  .0  I H  r,  i,,Ca  .AJ.  y  .*  ~  — 

JpL^Ny  P  0 I  .  ■  i. 
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******  *  *  *  ******* 


*************  **********♦***********»********♦**£ 


SAVE  5= 25 

IF  (2  5.  i  Z  .  J  •  u  0  1 .  A  N  D  .  Z  S  .  L  T .  0.010) 
IF  (-  J.  0  E .  0.  U  1  •').  A  N  D  .  2 5.  LT-  0.  10  0) 
IF  iui*viZ«  0  .  1  J  0 )  D  <,  5=  0  •  05 
LS  =  nS*DZ-> 

F ACT 0*1  =  ..5/5  A7 23 

CO  ZF  J  =  03  iF’  j/F  ACTOR 

CjZF 4  =  00 if4 /FACTO  3 

CO  if  a  =  0  J  Ef  5/F  ACT0  3/?  AC  TO? 

JT  AO  =  J  I A  J/  1  o  j  . 

:tajhi=. 0  0 1 «  J  T  A  0 
0 1 AJ  ,1A  =  2 . 0  *  0  0  A  J 
JS'TAtvT =0 

Fz;y  on 
end 


0 i i —  0 .  0  005 
D2S=0 .005 


2  03200  TIN  i  El? AND  (I,  ROOT.  Jif'l  ,  F  ACT  03,  NO) 
ILLICIT  a  Z  Ai.*  S  (  A  -  H,  C-  Z ) 

0I.-12.4SIJ..  i  (a  ,20)  ,  ROOT  (20)  ,  01  F  1  (20)  ,  {  IN”?  *2 

J**********«».*.**#.», **********♦***.,***:*»»****♦•**** 


j  j  ,0((zC),ii(_) 

*»*«*******»***;_; 


C 


S 0 3 ROO TI  .4  Z  ZVAi OATES  TBS  CONCENTRATIONS  AT  TiiZ 
POINTS  IN  I  it  2  ..20  COORDINATE  DOZ  TO  THE  CHANGE 
SPLINE  POINT. 


COLiCCA  ZION 
OF  THE 


C 

C 


'******«**,*<.»»»»*«*******  *v  **•**. 


COBB  ON /L  2/C  Oi F  2 
C 0 .‘Li U N / L J /  N  ,  NT 
COBB  ON /La /I S 
JO  7  J  I  =  1  ,  N 
ST  (I)  -  l  '  1  ,1) 

7  0  S  T  ( I  ♦  :i )  =  £  (  1  , 1  *•  N ) 

Do  100  i=l,N 
RZ=aOOr  (1+  1)  *  r  ACT  C3 
iF(F.E.OT.I.J)  GO  TO  5  0 
C.iL  L  INC  Ft'  1.0,  NT,  BE,  ROOT,  J I  FI  ,11:0?) 
i  (1  , 1/  =  t  IN  tF  ( 1 )  *XS(1)  >  1 1 .. T P  ( .4 T )  *1.0 
l  (1  ,!♦..)  =  i  I  N  T  ?  (  1 )  * X 3  ( 2  )  ♦  T I .« T P  (  N I )  *CJZF2 
Ju  “  J  r.  =  1  ,  .< 

i  ( 1  ,  .  j  =  ;  v  1  , 1 )  *■  I  IN  T?  (  X *  1 )  *  a  l  ( .\ ) 
o  0  i  t  1 , 1  *■  N  )  =  2  ( 1  ,  I  *■  N)  T  I  N  T  P  v  S  *  1 )  *  S  T  ( X  N  ) 
Go  . u  100 
9  J  :  ( 1  ,  i  )  =  1  .  0 

/{I  ,!*)«)  =C0iF2 
100  CCNCIN.Ji 

:-z:jrn 

i .« u 


n  r. 
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F  J  NOTION  A U  X  l  (  XX ,  K  ,  J  AS  ) 

IaFLICIT  5  EAa*6  (A-H,  ;-0) 

31  IE  NS  ID  N  ti  (/0,2  0 )  ,5  (23,23;  ,  X  X  ( 1 )  ,  2  AS  (20) 


C 

c 


«********«******< 


G. 


C  AUX1  IS  THE  NANa  OF  THE  FUNCTION  CALLED  31  ZSYST.1  IN  C 
C  THE  SUuBJUIINa  DIFFUN  TO  FUBNISa  THE  VALUES  OF  EQUATIONS  C 
C  (52)  AND  (53)  .  C 


»♦***«! 


CC.INON/Ll/LGa?  1  ,CO  SF5 
COMMON/LL/CGEF2 
CGNNON/L3/N  ,  NT 
C  U  ill  G  N  /  L  4  /  A,  d 

CGNNJN/Ld/-uZ?3,CO  N 1 ,  C  0  N  2  ,  3  A  .1 A  ,  3  S 1  A 

2  A3  (20)  =-3.  *C0E?1  *  (A  (1  ,  1)  *XX  (1)  *A  (  1,  NT)  *  1 . 0)  /A  (  1  ,  1 )  -o  ( 1  ,  :.T )  / A  ( 1  ,  1 ) 
1  «C  J  Sf  2 

DO  5  30  J  =  1  ,  N 

2Aa  (20)  =  j  AN  (20)  -  3.  ♦COE?  1*  A  ( 1  ,  J+  1 )  *2  AS  (J)  /  A  ( 1  ,  1)  -  A  ( 1 ,  J+  1) 

1  **.i3(J  +  N)/A(1,1) 

5  00  CONTINUE 

IF  U  AS  (20)  .  LT.  3.  )  £A3(20)=0. 

AUX1  =A  ( 1,  1)  *XI  (1)  *  A  (  1,  NT)  *1  .  ►  (CON2*  (yAE  (20)  **  3  ANA)  -CON  1  * 

1  (IX  (1)  *  *  3  ET  A )  J/COEF3 

DO  t>  00  J  =  1  ,  a 

600  AUX1=AUX1  *h  (  1,J*  1)  *QA5(J) 

FETU3N 

END 


FUNCTION  A  J X2 ( XX, K  ,3  AS) 

IuFLI'-IT  S  a  A *  d  (A*H,  0"“-*) 

DINE  NS  UN  A  120,20)  ,5(20, 20)  ,  I  (d,2  0)  ,XX(1)  ,  LAd  (  1) 


•**  *  *  * «*«* . 


l**4*:ii**V**9***«*****«**K**********«*.*«*«*~ 


C 

C  AUX2  IS  THE  NANZ  OF  THE  FUNCTION  CALLED  o'(  ESI  Eli  I  .< 

C  THa  LAIN  F  3  u  0  9  A  N  TO  FUSNISH  T  rta  VALUES  OF  E<*UATIjNS 

C  (52)  AND  (53)  - 


C 

c 


l***«*******«**v***l 


CL  .IN  ON /L  1/CCSF  1  ,CO  EF5 
C  0 NN  0  A/ L2/C  Ua  F2 
C  j,i.1  JN/L  J/N  ,  NT 
C  U  LN  O  N  /  L  4  /  A  ,  u 

Co. IN  ON  /  La/-  OaF  J  ,  CO  N  1  ,CO  N2  ,  J  ALA  ,  SETA 
C  J  ,<N  ON/L3 /  i 

j»>'(  1)  a“d.  ♦CoErl*  (A(1,  1  )  *  Xa  1 1 )  ♦  A  (  I  ,NT)  *1.0) /A  (  1  ,  1)  -  A  (  1  ,  NT)  /A  1 1  ,  1  ) 
1  *Co  E  F2 

DO  5  30  J  =  1  ,  N 
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3AH  (  1)  =  E  A .»  i  1)  -  3.  *C0E?1*A  (  1 
1  *i  <1,J*N)/A  (1,7) 

500  cooiri.ius 

IF  (OrtS  1 1 )  .  LZ.  0.  )  3.*E(1)=0. 

AUa2=A  i  1 ,  1)  *  a  A  ( 1)  ♦  A(  1,  ,'JI)  *1  . 
1  (  a  X  17)  »  *  3  ET  A )  )/C0  EF3 

DO  6  00  J=7  ,  ,i 

600  AUi2  =  A  DiZ  *A  (  1 ,  J  ♦  1)  *'l  ( 1 ,  J) 

?  ET'J  3  H 
E:iD 


JOj  *[  (1  ,  J)/rt  (1,  1;  -  A  v1,„*l) 

( C  C  :i  1  *  (3  Art  (  7)  **  Jn.lA)  -COI.  1  * 


lOc 


(j***»*******»aw************4<»***»**«****»******4************«**ai.j 

C  C 

C  THIS  PiiJo^A/  oU  L7  ^3  aO  U  A  T  10  N  3  {  4  d )  ,  (  4  ■)  )  ,  AND  (52)  i  r.  R  0  J*j  H  a 

C  (55)  «xTd  1'tiJ  INITIAL  CONDITIONS  J3ING  SPLINE  COLLOCATION  C 

c  method  for  the  case  cf  the  electrolyte  containing  cadmium  c 

C  IONS.  IN  THIS  CASE,  THE  TWO  SUBROUTINES ,  DIF FUN  AND  PEDERV,  C 

C  CALLED  BY  THE  INTEGRATION  SUBROUTINE,  DIFSU8,  HAVE  TC  BE  C 

C  CHANGED.  MEAN  WHILE,  THE  SAIN  P20G  RAM  AS  WELL  AS  THE  CTnaR  C 

C  SUBROUTINES  STAY  THE  SAME.  THE  CONCENTRATION  PROFILE  OF  C 

C  THE  CA  DA  III  A  ION  :1AT  BE  OBTAINED  BY  THE  ELECTRONS  JT  PAL  IT  Y  C 

C  CONDITIO...  THE  CURRENT  DENSITY  DATA  ARE  CALCULATED  IN  Trit  C 

C  SAME  WAY  EY  EQUATION  (56).  THE  HSTE3 JG2NE0US  REACTION  RATE  C 

C  CONSTANTS  OBTAINED  BY  LAST  P3CG2AH  ARE  USED  TO  IDENTIFY 


C  THE  HD  .10  SEN  £0  US  REACTION  RATE  CONSTANT  BY  FITTING  THE  C 

C  CALCULATED  CJKcENT  DENSITY  DATA  WITH  THE  EXPERIMENTAL  C 

C  DATA-  C 

C  0 

C  -  ADDITIONAL  NOMENCLATURE  -  C 


C  S  M  A  L LK  =  H  D  M  0  G  E  N  E  0  U S  REACTION  RATS  CONSTANT,  1/SEC.  C 

C  DBIGK=DI HE NSION  LESS  HOMOGENEOUS  REACTION  RATE  CONSTANT,  E 

C  DE  i  G N  =  S Urt  LLK  *  D  MA  X *  *  2/5.  2b  E ~5  .  T 

C  D  KS  ?=  D I  ii  E  N  3  I U  N  L  ESS  SOLUBILITY  PRODUCT  0?  CADMIUM  HYDROXIDE,  C 

C  DKSP=2.0a-23/C1 3**2.  C 


C**: 


:*«»***»**«*=<  r 


IMPLICIT  REAL  *8  (A-H,  Q-Z) 

DIMENSION  A  (2  0,2  0)  ,S  (2  0,2  0)  ,C  1  (60)  ,C2  ( bO)  ,  C  (2D)  ,  Y  (o  ,20)  , 

1  0  IF  1  (20)  ,DIF2  (2  0)  ,DIF3  (20)  , ROOT  (20)  , 7  ECT  (20)  , ZnR  OR 

2  YMAX  (20)  ,SAV  2  (24, 20)  ,PX  (400)  ,  X3  (2)  ,  XX  { 1)  (J)  ,  BAR 

EXTE  RN  AL  A  J  X2 

COMM  ON/ LI /.UYF1 , CO  EF  5 
CC  '.MON  /Lk/EOf.F2 
C  *  M 0  > .  .  j  ,  N  . 

C.mYu.i/T4/h  ,  L 
COMMUN/L5/XS 


COMMON /Lo/C  OE  ? 4 
CO  MM  GN/L  7  /.«  31 G  ,  N  ZZ  ,  E? 
CUMMON/L8/COEF3 ,CO  N1 ,CON2 , G  AM A , BETA 
COEMON/LR / » 

CO .1.1  ON /L  1 0/0  3  13  K  ,  D  KS  ? 


INPUT  DATA  — 


..  xA  D  (5,310) 
R  EAD  (5,320) 
R  aAD  i  5 , 3  3  0) 
R  EAD  (5 , 3  4  u ) 


..  D  f  1 ,  0  ,  N 1  .  hu,  .73.  .  . .I.,  a ,  ,  D .4 

v.1  3,  C2E,  DM  AX,  DTIME,  N  (,  EG 
A  .1 A  ,  J  tT  A  ,  C  0  N  2  ,  C 0 ..  1  ,  S  M  .A  L  L  K 
N  3  a  vj  ,  N  c*.  ,  E  P 


.  .A  L  C  U  L  .A  T  E  GoME  CONSTANT. 


:  j 


?  a  j  G  5  a  M  ~ 


EOE F 1  =  (1.  jOED-5)  /5.  26D-5 
COE  F2  =  C2:j/C  1  3 


nr,  fin 
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COSr J=  1 1.  *  JcD-5)  *C15/D.:A  \/ZZ 
C0£F4=2.  *  i  1.  'i')2D-  5)  *C1  3*  0  b  40  7_/ Jri  AX  / C  S 
i-,-,r.r5=1*/t*S/  jS 

D  S  i.  j  X  =  S  ,,  r\  L  L  ,\  m  DO  A  X  *  ...1  A.'.  /  5*  2o  2 
DKS?=(F.D-2  3j  /(CIS**  J.  ) 

DX=D.1A  a/(NX-1) 

DIAJ  =  (5.  2bi-5)  *DTI  MZ/DJAX/DOAX 
TAUi  AX  =  (5.  2  oD-  5)  *T  IM  Ai/D.1  A  X/D  .1 A  .( 

5  OTA  0=  DT  A  U 
D2rA=i./(:i;v-i) 
nt=n  ♦  no+n  i 

:j  2h  =  2*  J 


INITIAL  DI  il  SN  SI  C2..ESS  11.12-0.  - 


7  A  U  =  0. 


-  D  r.  .■  x  a  w  i  A  —  M  A  X  x  .10 .1  ,v  N  D  .lx  .<  *.  .1 0  .1  D  il  3 .0  .1 .  ij  j 

iLXr.  IJC3S  ME  NT  TO  jc  JSSD  IN  THE  INTEGDATIOJ 
SUuhoOTINE  DIFS03  - 

D  TAJ  .11  =  .  0  0  1  *DTA  J 

DT  A  2  .1 A  =  2  .  0  *  ST  A'J 

*£112(0, 260) 

-  £  V  rt  L  u  A  T  2  THE  COLLOCATION  POINTS  { aCGTS)  OF  Za 

JACOBI  POLYNOMIAL  OF  OB  DSD  J ,  AS  WELL  AS  I  AS 
FIS  ST  AND  SECOND  DS  hi. /All  V  SS  Of  Tr.S  PoLiNoOI 
A I  r  ti  E  FOOTS. - 

.  .1  Li*  J  C  a  ii  1  (  JO,  J ,  ..  0  ,  1,  a  .,  S  i,  DI  r  1, D  i.  r  2  , 01*  J  , .'  x  o  * ) 
/•SITS  ( b  ,  J  5  0 )  (FOOT(J)  ,0=1  , 7 ) 


.OJLATS  TiiS  D I  SCh  2TI2A  Ti  0  J  COEFFICIENT  OAT 


10=1 

OO  xJ  1=1,..  I 

CA.L  0  :  0  T  A  ^  !l  D  ,  N  ,  NO  ,  I.  1  ,1  ,1D,DI?1  ,  DI ;  x  ,  D  i  F  .1 ,  hO  OT  ,  V  .2 
DO  10  J  =  1  , N  T 
A  ( I ,  J  )  =  V*,CT  ( J) 
xuNTI  JO  c. 

””  —  —  —  —  —  V*.-l**0ui,.'l.X  *.,X  COX**Ixi-X.1*  1  ti  * 


DO  *  j  x  =  1  ,  i. 

Cd  .  .  ^  i*  J  L'  .1  ^  .#  X  ,  ,1  ,  ..V/  I  ,  .  ,  ijf  J  ii  l,JIr^,,*.‘  3  ,  .i 

Diy  JO  0  =  i  ,  J  . 

D  {I,  J,  =7SCT  (J) 


—  -  i.tPJ.  . S  VA  L.J  r.  S  Jr  Ah.,  >Jx  <T^  *  x  j  1  j  S  r. . 

: N  *  -j3  \TIO  N  5  J  j  DO  J  T I N  C  DxrJJS  — — - 
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Hr  =  1 

U  3  T  A  nT  =  0 
I3TD ?=0 
HAXD  23  =  7 
DO  47  1= 1 , a  2a 
47  Y.'lAX  (I)  =1.  J 

1  =  0 
n 

C  -  INPUT  THE  INITIAL  CCNDI TIONS  - 

C 

DO  50  J=1,N 

i  (1 ,J>  =  u 

50  Y  (1  ,J+N)  =2  0  27  2 
IS  (1  )  =  1. 

XS  (2) =  CDEr  2 
WHITE  (6  ,  J90  ) 

60  TI2£=TAU*D,1Aa*DHAX/{5.  2  6D-5) 

v. 

C  - CALCULATE  AMD  PRINT  1:12  CUR  La  NT  DENSITY  AT  I  HIS  2122 

C  P3INT  THE  CO  SCENT  RATIONS  0?  NITRATE  AND  H  YD 5 OX  i  IONS 

C  AT  TIi 2  NT  COLLOCATICN  POINTS - 


CaLL  C  u  3  2  N  T  (C  D ,  A  ,  T ) 

"SITE  (6  ,  ioU)  TIHE,CD,XS(  1)  ,  X3  (2)  ,  X  F  a  A  G ,  IT  E3  N  ,  23 
WRITE  (6, 70  Oj  ( Y  { 1  ,L)  ,  L=1  ,  N23) 

C  -  EVALUATE  AND  PRINT  THE  CONCENT 3 ATI ONS  0? 

C  clIl'HATE  AND  HYD3GXY  IONS  A I  EACH  POINT 

C  IN  X  DIRECTION  AT  THIS  II«2 - 

C 

CALL  CONCEN  (C 1,C2, NX , N D , D ET A , SOOT , DIE  1  ,  Y) 
vi SITE  (6/200;  (Cl  ( J)  ,J  =  1,  NX) 

"SITE  ( o ,  2 5 0 )  (C  2  ( J)  ,  J  =  1 ,  NX) 

C 

C  - CHECK  IF  THE  I  NTS  0  3  ATI  ON  TIHE  AT  THIS  TU.1ZNT  d  EACH  23 

C  THE  HAXHIUa  TINE  TO  3E  INTEGRATED  - 

C 

IF  (TAU.  02.  T  AUMAX)  GO  TO  190 
35  1  =  1+  1 

IF  (I.  EQ.  1 )  GO  TO  9  0 
IF  (ISTOP.  a.,-  1)  GO  TO  90 
C 


n 

C 

c 


TEST  IF  THE  CO NC2 NT  DA TI ON  0?  NIT3ATE  ION  AT  THE  NTH 
COLLOCATION  POINT, IE,  T.i2  LAST  ONE  3EF03  2  THE  SPLINE 
PC-t.'ii  IS  a  IT  HI  N  J.  OOC  1  Dl.i  2NS  I  JN  LESS  C  D  NCEN  IF  a  .  I  w  t. 
UNil  OF  THE  30UNDA3Y  CONDITION.  - 


C 


C 

C 


-*■  c  ( (  1 .  -  Y  ( 1  ,  5 )  J.LT.O.  00  0  1)  0  PC  )  0 


IF  THE  TEST  FAILS,  THE  SPLINE  POINT  LS  I  NCI  2AG  E  j  ,  I  E , 
lOVaa  FURTHER  INTO  THE  SOLUTION.  - 


» 


c 

c 

c 

c 
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o  A ..  L  w  ri  A  N  vj  i  CO  £..-  d,  r  Av.108 , 0  T  A  U  ,  0  .A  J  HI ,  0  iA  J  H  A  , 

J  START) 


Ca  V  A  L  J  A  T  E  T  ii  E  C  0  NC  u  A  I 3  AT  X  0  N  J  J  F  A  I T  ?  A  7  E  A  .'I  0  :i  1 3  ji  0  X Y 
IONS  AT  THE  COLLOCa  TION  POINTS  AT  THE  NE'N  CGtJdJi*iaTE 
OUE  TO  THE  INC 3  EASE  0?  THE  SPLINE  POINT. - 


CALL  EXPAN  0 { Y  , HOOT, DI ? 1 , FACTOR , NO) 
C 


- INTEGRATE  EQUATIONS  ('48)  AND  (4))  USING  THE  CJNC 

AT  In  2  COLLOCATION  POINTS  AT  THIS  TI.iE  TO  OisTAi-N 
CONCENTRATIONS  AT  THE  SUCCESSIVE  TINE  - 


13  AT  I  S  NS 


90  CALL  DIFSUS  (NER  ,  TA  U#  Y, S  AVE ,  OTA  J  ,  0  TAUH I  ,  OTA  UNA  ,  EPS,  NT,  i  H  A  X  , 

1  £.3303,  KFLAG,J5TA3T,HAX0  S3  ,  ?  « ) 

IF( XFLAG. LT. 0)  GO  TO  190 
DTA  U  M I  =  .  0  J  1  *  DTAO 
OTA  JH  A  =  2 . 0  -*C  TA  rJ 
IF  (I.GE.  2)  Go  TO  93 

IF  (Y  (1  ,  1 )  .  S  I.  1..  OR.  Y  (1  ,  2)  .  GT.  1-. OR.  '  (  1 ,  3)  -GT.  1.  .0.».  I  (1  ,  4)  .  ST.  1  . 
1  .03.  DAoS  (  Y  (  1 , 5)  -  1.  )  .  GT.  0.  0004)  GO  TO  90 

GO  TO  95 
93  N 1=I/IC 
N2=ai*IC 

I?(I.2Q..l2.0a.TAU.GE«?AUHAX)  GO  TO  95 
GO  TO  d 5 


C 


-  CALCULATE  THE  SURFACE  CONCENTRATIONS  - 

95  OLDXS2  =  XS (2 ) 

XX(1)*if  (1,1) 

ITL3 N=500 

CALL  2SYST0  (aUX2,  EP,  NS  IG,  NEE,  .(X  ,ITE3N  ,  *  A  ,  SAR,  I  ER) 

XS(1)  =XX  (1) 

XS(2)  =  -J.  *COE?1*  (A  ( 1,  1 )  *XX  (  1)  +  A  (  1,  NT)  *  1 . 0)  /A  i  1 ,  1 )  -  A  (  1  ,  N  T)  /A  ( 1  , 1 ) 
1  *COEF2 

00  150  J  =  1  ,  N 

XS  (2)  =XS  U)  -  3.  *CCEF1  *A(  1 ,  J*  1)  *Y  (  1 ,  J)  /  A  ( 1  ,  1)  -  A  ( 1  ,  J*1) 

1  »Il1,J*S)/l(1,1) 

150  CONTINUE 

IF  (XS  (2)  .  LI.OLOX5  2)  ISTO?=1 
GO  TO  oO 

190  xair  E  (a  ,  2  40  )  0(,3  OTA  U,  NX,  0  T  AJ,  OTIHE,  OH  AX,  AL,dZ,  ES,  IPS,  .<FLa 
1  E? , NS IS 

fl3iiu(j,245)  SETA,  GA  HA , CO  N 1 ,CON2,SHALL.\ 


C 

230 


- TON  .UTS  TOR  INPUT  A  NO  UJTPJT  ST  A  I  EH  ENTS - 

FOoH AI (/, 25  X, • NO 3-  ’,  1 X , *C 1 1. 4/3  JX,  90 11 . 4/3  OX, dJ 1  1  . */jU\,  90  11 
/jOa , 90 1 1 . 4/3 JX , 3D  1 1 .4/3  JX,  901  1. 4/3  0X, 9o  1  1. 4/jO  A,  9D  1 1 


J 


A 
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2 

2  40 

1 

2 

3 

4 

5 

2  45 

1 

2 

3 

2  50 

1 

2 

3  10*" 
320 
330 

3  40 
3  50 
360 
3  70 
300 
3  00 
7  00 


/JO  2 ,  00  1  1 .  4/3  Oa,  '30  1  1 . 4/3  02,  30  11 .4/302, 9  0  11.  4/ JO  2,  jo  11. 4) 
FOBHAi  (//,52,  *2  INTSRVAL='  ,  012-  4,  32*,  '  INITIAL  IAU  31  Si?  SI„Z=' 

,0  12.4/52,  '  SO  Or'  POINTS  IN  2  DIR=  ',13,2  32, 

•LAST  TAT  STEP  SI.Z=  '  ,01 2. 4/ 52, 'PEAL  TITS  INTE27AL=  ' 
,010.4,242,  'DIFJSION  L  EN  OTH=  '  ,010. 4// 52, '  A  L  =  *,.-7.2,302 

'  0  li  =  '  ,F7.  2,252  ,'  23=  '  ,  F7 . 4//5  X  ,  '  E?3=  ',010.2,27a, 

'  K  FL  AO=  '  ,  I3//52,  •  E?  =  '  ,  J  1 0 . 2 , 27  X , '  :i  3 10=  ',13) 

PORI  AT  (//,  52,  'REACTION  ORDER  OF  SC3-  ION  =',F7.  2,25a, 

'  d  3  ACT  10  N  ORDER  OF  OH-  UM  =  '  ,  F  7 . 2//S  2  ,  '  1ST  CONSTANT  =' 
,012.4,252,  '2ND  CONSTANT  =',012.4 
//52 , ' REACTION  RATE  CONST AN T=  ',012.4) 

FOBS  AT (/, 25  2,  'OH-'  ,2X,  901  1.  4/3 02,  90 1  1. 4/302, 00  1  1.4/302, 301  1.4 
/JO A, 00  1  1.  4/3  02 , 90  1  1.4/3  0  2, 901  1. 4/3  0  2, 9 0  1 1. 4/ jO 2 , 9 D  1 1 . 4 
/30i,3D11.  4/3  OX,  90  1  1  .  4/3  02,  9D1  1.4/30  2,  JO  1  1.4/30  2,  *0  1  1.4) 
FOR  HAT  {413,2/5.  1,  2  CIO.  2,1  5,  F3. 4) 


FJ  RH  AT  {  4  0  1  1.4,I7,F7.4) 

FOBS  AT  k/F7.  2,3012.  4) 

FO 5.1  AT  (215, 012.4) 

FO  EM  AT  (152,  1  OF  10. 6) 

FOR.1  AT  (//,  uU. 4, 12, D  12.  4,  22, 203  0.10, 215, F20.  7) 
POSH  AT (/,  22, qF20.  6/2  X, 6:20. o) 

F05H  AT  (22,  '  COLLOCATION  POINTS:  ') 

FOR.1  A I  (//,  j  a,  '  TIHE  ' ,  12  2  , '  C  0  HR  2  NT '  ,452,  '  I  OH  CON 
F osa  AT  (302,  1 0  F 1 0 .  5/302,  10F10.  5) 

STOP 


ENTrATIJN  '  ) 


END 


5U330U  TIN  E  OIFFON (T,  YY , 022) 
iaPLICII  RZAu«3  (A-H,  Q-  Z) 

01  IE  N5  ION  0  2  2  (20)  ,  YY  (S ,  20)  ,  A  (20, 20)  ,3(20,20),C(20),  22(1)  ,  «A  (3)  , 

1  ^ An  (20) 


C  SUBROUTINE  CALLED  3Y  DIF303  EVALUATES  THE  DERIVATIVES  OF 
C  DEPENDENT  VARIABLES  STORED  IN  YY  (1,1)  ,1=1, 2*N,  AND  3To?E3 
C  THE  DERIVATIVES  IN  THE  ARRAY  02  2.  T  IS  Till  INDEPENDENT 
C  VARIABLE. 


EXTERNAL  A 0X1 
COa.ION/L  1  /C OEF  1 , CO  EF5 
Cuaa JN/L2/COEF2 
CO.IHON/L  J/d  ,NT 
C  J  All  ON  /  L4  /  A  ,  3 
CO  HH  ON  /  l,  7  /.< 

COHH oN/LIO/DbIGK,  OKS  ? 
11=2 *N 

DO  3  0  1= 1 , 1 1 
*  An  (I)  =22  (1,1) 

30  CO NT  IN  J  E 
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- CALCULATE  THE  7ALJZS  04  THE  SUEFaCZ  i-(=0>  - 

*Zl3)=YY(1,  1) 

I T  Z  4  4  =  :>  u  0 

u  f\  Ll  uo  /  j  i  it  ( A  0  a  1  ,  -j  ?  /  .i  S  i.  m  i  a  A  ^  ^  A  E  ,  u  ) 

CT=-3.  *CAif  1*  (A  (1  ,  1)  *XX  (1)  *A  (1  ,  JT)  *1-  )/A  (1  ,  1)  -  A  (1,41)  /A  (,  1  ,  1)  *CCEF2 
DO  4 5  1=1,4 

C(I)  =  u  ( I  *  1  ,  1)  *CT  ■*•  B  {  I+  1  ,N  I)  *COZ  F2 
45  CONTINUE 

- SIDLE  THE  DERIVATIVES  I A  A  3  4  A  Y  DYY - 

DO  1 20  J=  1  ,  4 

DYY  (J)  =  o  (J  *  1,1)  *  X  i  (  1)  +  3(  J+  1  ,  ATj  *  1  . 

DYY  (J*4)  =0  (J) 

DJ  110  X  =  1  ,  ;; 

D  YY  (J)  =  DYY  (J)  +3  (J  +  1 ,  X*-  1 )  *77  (1  ,K) 

110  D  YY  ( J  ♦  N  >  =0  YY  (J*-  4)  -3.  *3  ( J  1  ,  1)  *CG£F  1  *,\  (  1  ,K*  1)  *  Y  Y  (  1 ,  a  )  /  A  (  1 ,  1) 

1  ♦  ( 3  { J  *  1 ,  K  *  1 )  “  3  { J  ♦  1 ,  1 )  *  A  ( 1  ,  K  ♦  1 )  /  A  i  1  ,  1  j  )  *  Y  7  {  1  ,  «v ♦  A> 

DYY  (J)  =:o£F1  *C CE F  5*  DY  Y  (J  ) 

DYY  ( J  *■  4 )  =0  YY  ( J  >  N  )  *COEF5 

S3?  £3=2.  *  0  J I G  X  *  (0 .5*  (YY  { 1,  J)  «•  Y  7  ( 1 ,  J*-  4)  )  -DXSP/Y  Y  ( 1  ,  J*!.)  /  i  i  .1  ,0  ♦  1.)  ) 
IE  ( S  li  ?  E  A  .  G  1.  0.)  DYY  (J  «■  4)  =  D  Y  7  (J*-4)  -SUEZ?. 

120  CJSTIUJc 
it  0  4 


S 036 OUT 14  L  PZDE3V  (T, 7,  ?4, 43) 

IMPLICIT  SEAL*3  (A-H,  Q-Z) 

DIZ243  UA  Y (3, 20)  ,?W  (4  00)  , A  (20,20)  ,3  (2  0,20) 


<■■■*  ********* 


S  0  330 JTI 4  £  C. 


3  Y  D IF  S  15  STORES  THE  PARTIAL 

PROVIDED 


DERIVATIVES  OF  THE  D  IF  FEW  EMI  AL  £<2  JATI04  J  PROVIDED  I., 
S13HOUTI4E  u„FF'J4.  THE  PARTIAL  DERIVATIVES  (THE  JAC03 
~  '  . -  T  ii  E  LAST  S  cCI  104  "  . . 


SO 

4 E  3  E  EVALUATED 


*.  n  4  ) 


14 


14 


■  **  *  *  ** 


tPTEP  5. 


u 
C 

c 

'***#**«  u 


Coa.M.  04  /  L  1  /  2  0  £  F  1  ,  CO  EF  5 
CU.M  04 /L  J/H  ,  H  T 
C  J.1.1  O.i / . 4 /  .i ,  3 
C  0.1.1  ON  /u  1  0  /0  a  I  3X  ,  D  XS  ? 

Du  1o  RK=  1  ,  4 
DO  20  il=1,j 

24  (11+  (Y«.\^2)  *4)  =CCEF  1«CCEF5*d  (II*  i  ,  .<r.  ♦  1) 

P  »  l  II  ♦  l  2  *  E  K -  1 )  *  4  )  =-CC£?5*J  .  *  3  ( 1 1  ♦  1  ,  1 ;  * C  0  E  F  1  *  A  (  1  ,  X:.  *  1 )  /  .'.  k  '  ,  1  ; 

IF  l  II.  Z*.  6.<)  GO  TC  30 

jU  .0  4  u 

30  SuP=2.*JjIG<\*(D.5*(7(1,II)  *  Y  (  1  , 1 1  ♦  4 )  )  -  D  ,\  „  ?/  Y  ^  1  , 1 1  *  .i ;  /  i  k  1  ,  ;  j 

IF(JUP.GI.O.)  P  *  ( II  ♦  (  2  ♦K  K-  1)  )  =  2  *  ( 1 1  ►  (  2*  X  K-  1 )  *4  )  -D5I  G  £ 

PA ( il*2*ct *4*  ( 2  *  K  X  -  2  ) *4) =0. 


40 


1 
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?*  ( II  *■  i.  *3  *  .<  ♦  —  -0(11*1,  1)  *A(1,XK*1)/A  1 1  ,  1 )  ) 
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